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Preface 


The fundamental physical and mathematical concepts which underlie 
the path integral approach to quantum mechanics were first developed 
by R.P. Feynman in the course of his graduate studies at Princeton, 
although more fully developed ideas, such as those described in this 
volume, were not worked out until a few years later. These early in- 
quiries were involved with the problem of the infinite self-energy of the 
electron. In working on that problem, a “least-action” principle using 
half advanced and half retarded potentials was discovered. The princi- 
ple could deal successfully with the infinity arising in the application of 
classical electrodynamics. 
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The problem then became one of applying this action principle to 
quantum mechanics in such a way that classical mechanics could arise 
naturally as a special case of quantum mechanics when fh was allowed 
to go to zero. 

Feynman searched for any ideas which might have been previously 
worked out in connecting quantum-mechanical behavior with such clas- 
sical ideas as the lagrangian or, in particular, Hamilton’s principle func- 
tion S, the indefinite integral of the lagrangian. During some conversa- 
tions with a visiting European physicist, Feynman learned of a paper in 
which Dirac had suggested that the exponential function of ze times the 
lagrangian was analogous to a transformation function for the quantum- 
mechanical wave function in that the wave function at one moment could 
be related to the wave function at the next moment (a time interval e¢ 
later) by multiplying with such an exponential function. 

The question that then arose was what Dirac had meant by the 
phrase “analogous to,” and Feynman determined to find out whether 
or not it would be possible to substitute the phrase “equal to.” A brief 
analysis showed that indeed this exponential function could be used in 
this manner directly. 

Further analysis then led to the use of the exponent of the time 
integral of the lagrangian, S (in this volume referred to as the action), 
as the transformation function for finite time intervals. However, in the 
application of this function it is necessary to carry out integrals over all 
space variables at every instant of time. 

In preparing an article! describing this idea, the idea of “integral 
over all paths” was developed as a way of both describing and evalu- 
ating the required integrations over space coordinates. By this time a 
number of mathematical devices had been developed for applying the 
path integral technique and a number of special applications had been 
worked out, although the primary direction of work at this time was 
toward quantum electrodynamics. Actually, the path integral did not 
then provide, nor has it since provided, a truly satisfactory method of 
avoiding the divergence difficulties of quantum electrodynamics, but it 
has been found to be most useful in solving other problems in that field. 
In particular, it provides an expression for quantum-electrodynamic laws 
in a form that makes their relativistic invariance obvious. In addition, 
useful applications to other problems of quantum mechanics have been 
found. 

The most dramatic early application of the path integral method to 
an intractable quantum-mechanical problem followed shortly after the 


1R.P. Feynman, Space-Time Approach to Non-relativistic Quantum Mechanics, 
Rev. Mod. Phys., vol. 20, pp. 367-387, 1948. 
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discovery of the Lamb shift and the subsequent theoretical difficulties 
in explaining this shift without obviously artificial means of getting rid 
of divergent integrals. The path integral approach provided one way of 
handling these awkward infinities in a logical and consistent manner. 

The path integral approach was used as a technique for teaching 
quantum mechanics for a few years at the California Institute of Tech- 
nology. It was during this period that A.R. Hibbs, a student of Feyn- 
man’s, began to develop a set of notes suitable for converting a lecture 
course on the path integral approach to quantum mechanics into a book 
on the same subject. 

Over the succeeding years, as the book itself was elaborated, other 
subjects were brought into both the lectures of Dr. Feynman and the 
book; examples are statistical mechanics and the variational principle. 
At the same time, Dr. Feynman’s approach to teaching the subject of 
quantum mechanics evolved somewhat away from the initial path in- 
tegral approach. At the present time, it appears that the operator 
technique is both deeper and more powerful for the solution of more 
general quantum-mechanical problems. Nevertheless, the path integral 
approach provides an intuitive appreciation of quantum-mechanical be- 
havior which is extremely valuable in gaining an intuitive appreciation 
of quantum-mechanical laws. For this reason, in those fields of quantum 
mechanics where the path integral approach turns out to be particularly 
useful, most of which are described in this book, the physics student is 
provided with an excellent grasp of basic quantum-mechanical princi- 
ples which will permit him to be more effective in solving problems in 
broader areas of theoretical physics. 


R.P. Feynman 
A.R. Hibbs 
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In the forty years since the first publication of Quantum Mechanics and 
Path Integrals, the physics and the mathematics introduced here has 
grown both rich and deep. Nevertheless this founding book — full of 
the verve and insight of Feynman — remains the best source for learning 
about the field. Unfortunately, the 1965 edition was flawed by extensive 
typographical errors as well as numerous infelicities and inconsistencies. 
This edition corrects more than 879 errors, and many more equations 
are recast to make them easier to understand and interpret. Notation is 
made uniform throughout the book, and grammatical errors have been 
corrected. On the other hand, the book is stamped with the rough and 
tumble spirit of a creative mind facing a great challenge. The objective 
throughout has been to retain that spirit by correcting, but not polish- 
ing. This edition does not attempt to add new topics to the book or to 
bring the treatment up to date. However, some comments are added in 
an appendix of notes. (The existence of a relevant comment is signaled 
in the text through the symbol°.) Equation numbers are the same here 
as in the 1965 edition, except that equations (10.63) and (10.64) are 
swapped. 

I thank Edwin Tayor for encouragement and Daniel Keren, Jozef 
Hanc, and especially Tim Hatamian for bringing errors to my attention. 
A research status leave from Oberlin College made this project possible. 

I can well remember the day thirty years ago when I opened the 
pages of Feynman-Hibbs, and for the first time saw quantum mechanics 
as a living piece of nature rather than as a flood of arcane algorithms 
that, while lovely and mysterious and satisfying, ultimately defy under- 
standing or intuition. It is my hope and my belief that this emended 
edition will open similar doors for generations to come. 


Daniel F. Styer 
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The Fundamental Concepts 
of Quantum Mechanics 


1-1 PROBABILITY IN QUANTUM MECHANICS! 


From about the beginning of the twentieth century experimental physics 
amassed an impressive array of strange phenomena which demonstrated 
the inadequacy of classical physics. The attempts to discover a theoret- 
ical structure for the new phenomena led at first to a confusion in which 
it appeared that light, and electrons, behaved sometimes like waves and 
sometimes like particles. This apparent inconsistency was completely 
resolved in 1926 and 1927 in the theory called quantum mechanics. The 
new theory asserts that there are experiments for which the exact out- 
come is fundamentally unpredictable and that in these cases one has to 
be satisfied with computing probabilities of various outcomes. But far 
more fundamental was the discovery that in nature the laws of com- 
bining probabilities were not those of the classical probability theory of 
Laplace. The quantum-mechanical laws of the physical world approach 
very closely the laws of Laplace as the size of the objects involved in the 
experiments increases. Therefore, the laws of probabilities which are 
conventionally applied are quite satisfactory in analyzing the behavior 
of the roulette wheel but not the behavior of a single electron or a single 
photon of light. 


A Conceptual Experiment. The concept of probability is not 
altered in quantum mechanics. When we say the probability of a certain 
outcome of an experiment is p, we mean the conventional thing, i.e., that 
if the experiment is repeated many times, one expects that the fraction 
of those which give the outcome in question is roughly p. We shall not be 
at all concerned with analyzing or defining this concept in more detail; 
for no departure from the concept used in classical statistics is required. 

What is changed, and changed radically, is the method of calculating 
probabilities. The effect of this change is greatest when dealing with 
objects of atomic dimensions. For this reason we shall illustrate the 
laws of quantum mechanics by describing the results to be expected in 
some conceptual experiments dealing with a single electron. 

Our imaginary experiment is illustrated in Fig. 1-1. At A we have 
a source of electrons S. The electrons at S all have the same energy 


Much of the material appearing in this chapter was originally presented as a 
lecture by R.P. Feynman and published as “The Concept of Probability in Quan- 
tum Mechanics” in the Second Berkeley Symposium on Mathematical Statistics and 
Probability, University of California Press, Berkeley, Calif., pp. 533-541, 1951. 
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A c B 


Fig. 1-1 The experimental arrangement. Electrons emitted at A make their way to 
the detector at screen B, but a screen C with two holes is interposed. The detector 
registers a count for each electron which arrives; the fraction which arrives when the 
detector is placed at a distance x from the center of the screen is measured and plotted 
against xz, as in Fig. 1-2. 


but come out in all directions to impinge on a screen C. The screen C 
has two holes, 1 and 2, through which the electrons may pass. Finally, 
behind the screen C at plane B we have a detector of electrons which 
may be placed at various distances x from the center of the screen.° 

If the detector is extremely sensitive (as a Geiger counter is) it will 
be discovered that the current arriving at x is not continuous, but cor- 
responds to a rain of particles. If the intensity of the source S is very 
low, the detector will record pulses representing the arrival of individual 
particles, separated by gaps in time during which nothing arrives. This 
is the reason we say electrons are particles. If we had detectors simul- 
taneously all over the screen B, with a very weak source S, only one 
detector would respond, then after a little time, another would record 
the arrival of an electron, etc. There would never be a half response 
of the detector; either an entire electron would arrive or nothing would 
happen. And two detectors would never respond simultaneously (except 
for the coincidence that the source emitted two electrons within the re- 
solving time of the detectors — a coincidence whose probability can be 
decreased by further decrease of the source intensity). In other words, 
the detector of Fig. 1-1 records the passage of a single corpuscular entity 
traveling from S to the point z. 

This particular experiment has never been done in just this way.° 
In the following description we are stating what the results would be 
according to the laws which fit every experiment of this type which has 
ever been performed. Some experiments which directly illustrate the 
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conclusions we are reaching here have been done, but such experiments 
are usually more complicated. We prefer, for pedagogical reasons, to 
select experiments which are simplest in principle and disregard the 
difficulties of actually doing them. 

Incidentally, if one prefers, one could just as well use light instead 
of electrons in this experiment. The same points would be illustrated. 
The source S could be a source of monochromatic light and the sensitive 
detector a photoelectric cell or, better, a photomultiplier which would 
record pulses, each being the arrival of a single photon. 

What we shall measure for various positions x of the detector is the 
mean number of pulses per second. In other words, we shall determine 
experimentally the (relative) probability P that the electron passes from 
S to z, as a function of x. 

The graph of this probability as a function of x is the complicated 
curve illustrated qualitatively in Fig. 1-2a. It has several maxima and 
minima, and there are locations near the center of the screen at which 
electrons hardly ever arrive. It is the problem of physics to discover the 
laws governing the structure of this curve. 

We might suppose (since the electrons behave as particles) that 


I. Each electron which passes from S to x must go through 
either hole 1 or hole 2. 


Lek AVA. 


(a) (b) (c) (d) 


Fig. 1-2 Results of the experiment. Probability of arrival of electrons at x plotted 
against the position x of the detector. The result of the experiment of Fig. 1-1 is plotted 
here at (a). If hole 2 is closed, so the electrons can go through just hole 1, the result 
is (b). For just hole 2 open, the result is (c). If we imagine that each electron goes 
through one hole or the other, we expect the curve (d) = (b) +(c) when both holes are 
open. This is considerably different from what we actually get, (a). 
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Fig. 1-3 An analogous experiment in wave interference. The complicated curve P(x) 
in Fig. 1-2a is the same as the intensity I(x) of waves which would arrive at x starting 
from S and coming through the holes. At some points x the wavelets from holes 1 and 
2 interfere destructively (e.g., a crest from hole 1 arrives at the same time as a trough 
from hole 2); at others, constructively. This produces the complicated minima and 
maxima of the curve /(z). 


As a consequence of I we expect that 


II. The chance of arrival at x is the sum of two parts: P, 
the chance of arrival coming through hole 1, plus Po, the 
chance of arrival coming through hole 2. 


We may find out if this is true by direct experiment. Each of the 
component probabilities is easy to determine. We simply close hole 2 
and measure the chance of arrival at x with only hole 1 open. This 
gives the chance P, of arrival at x for electrons coming through hole 1. 
The result is given in Fig. 1-2b. Similarly, by closing hole 1 we find the 
chance P2 of arrival through hole 2 (Fig. 1-2c). 

The sum of these (Fig. 1-2d) clearly is not the same as curve (a). 
Hence experiment tells us definitely that P # P,+ Pg», or that assertion II 
is false. 


The Probability Amplitude. The chance of arrival at x with 
both holes open is not the sum of the chance with just hole 1 open plus 
the chance with just hole 2 open. 

Actually, the complicated curve P(z) is familiar, inasmuch as it is 
exactly the intensity of distribution in the interference pattern to be 
expected if waves starting from S pass through the two holes and im- 
pinge on the screen B (Fig. 1-3). The easiest way to represent wave 
amplitudes is by complex numbers. We can state the correct law for 
P(x) mathematically by saying that P(x) is the absolute square of a 
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certain complex quantity (if electron spin is taken into account, it is a 
hypercomplex quantity) ¢(x) which we call the probability amplitude of 
arrival at x. Furthermore, ¢(z) is the sum of two contributions: ¢;(z), 
the amplitude for arrival at x through hole 1, plus ¢2(xz), the amplitude 
for arrival at x through hole 2. In other words, 


III. There are complex numbers ¢; and ¢2 such that 


P= 9\r (i) 
b= b1 + $2 (1:2) 
and 

Pi=|¢i|? Po =|de/? (1.3) 


In later chapters we shall discuss in detail the actual calculation of ¢ 
and ¢@2. Here we say only that ¢), for example, may be calculated as 
a solution of a wave equation representing waves spreading from the 
source to hole 1 and from hole 1 to x. This reflects the wave properties 
of electrons (or in the case of light, photons). 

To summarize: We compute the intensity (i.e., the absolute square 
of the amplitude) of waves which would arrive in the apparatus at + and 
then interpret this intensity as the probability that a particle will arrive 
at x. 


Logical Difficulties. What is remarkable is that this dual use of 
wave and particle ideas does not lead to contradictions. This is so only 
if great care is taken as to what kind of statements one is permitted to 
make about the experimental situation. 

To discuss this point in more detail, consider first the situation which 
arises from the observation that our new law III of composition of prob- 
abilities implies, in general, that it is not true that P = P,; + Ph. We 
must conclude that when both holes are open, it is not true that the 
particle goes through one hole or the other. For if it had to go through 
one or the other, we could classify all the arrivals at x into two disjoint 
classes, namely, those arriving through hole 1 and those arriving through 
hole 2; and the frequency P of arrival at x would surely be the sum of 
the frequency P; of particles coming through hole 1 and the frequency 
P, of those coming through hole 2. 

To extricate ourselves from the logical difficulties introduced by this 
startling conclusion, we might try various artifices. We might say, for 
example, that perhaps the electron travels in a complex trajectory go- 
ing through hole 1, then back through hole 2 and finally out through 


1-1 Probability in quantum mechanics 7 


hole 1 in some complicated manner. Or perhaps the electron spreads 
out somehow and passes partly through both holes so as to eventually 
produce the interference result III. Or perhaps the chance P; that the 
electron passes through hole 1 has not been determined correctly inas- 
much as closing hole 2 might have influenced the motion near hole 1. 
any such classical mechanisms have been tried to explain the result. 
hen light photons are used (in which case the same law III applies), 
the two interfering paths 1 and 2 can be made to be many centimeters 
apart (in space), so that the two alternative trajectories must almost 
certainly be independent. That the actual situation is more profound 
than might at first be supposed is shown by the following experiment. 


The Effect of Observation. We have concluded on logical grounds 
that since P # P, + Po, it is not true that the electron passes through 
either hole 1 or hole 2. But it is easy to design an experiment to test 
our conclusion directly. We have merely to have a source of light behind 
the holes and watch to see through which hole the electron passes (see 
Fig. 1-4). For electrons scatter light, so that if light is scattered behind 
hole 1, we may conclude that an electron passed through hole 1; and if 
it is scattered behind hole 2; the electron has passed through hole 2. 

The result of this experiment is to show unequivocally that the elec- 
tron does pass through either hole 1 or hole 2! That is, for every electron 
which arrives at the screen B (assuming the light is strong enough that 
we do not miss seeing it) light is scattered either behind hole 1 or behind 
hole 2, and never (if the source S is very weak) at both places. (A more 
delicate experiment could even show that the charge passing through 
the holes passes through either one or the other and is in all cases the 
complete charge of one electron and not a fraction of it.) 


Fig. 1-4 A modification of the 
experiment of Fig. 1-1. Here 
we place a lamp L behind the 
screen C and look for light scat- 
tered by the electrons passing 
through hole 1 or hole 2. With a 
strong lamp every electron is in- 


ee deed found to pass by one or the 
other hole. But now the proba- 

| bility of arrival at x is no longer 
given by the curve of Fig. 1-2a, 


but is instead given by Fig. 1-2d. 
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It now appears that we have come to a paradox. For suppose that 
we combine the two experiments. We watch to see through which hole 
the electron passes and at the same time measure the chance that the 
electron arrives at x. Then for each electron which arrives at x we can 
say experimentally whether it came through hole 1 or hole 2. First 
we may verify that P, is given by the curve in Fig. 1-2), because if 
we select, of the electrons which arrive at z, only those which appear 
to come through hole 1 (by scattering light there), we find they are, 
indeed, distributed very nearly as in curve (b). (This result is obtained 
whether hole 2 is open or closed, so we have verified that there is no 
subtle influence of closing hole 2 on the motion near hole 1.) If we 
select the electrons scattering light at hole 2, we get (very nearly) P2 of 
Fig. 1-2c. But now each electron appears at either 1 or 2 and we can 
separate our electrons into disjoint classes. So, if we take both together, 
we must get the distribution P = P, + P» illustrated in Fig. 1-2d. And 
experimentally we do! Somehow now the distribution does not show the 
interference effects III of curve (a)! 

What has been changed? When we watch the electrons to see through 
which hole they pass, we obtain the result P = P, + Pp. When we do 
not watch, we get a different result, 


P=|¢bi+¢2? AP+Pp 


Just by watching the electrons, we have changed the chance that 
they arrive at x. How is this possible? The answer is that, to watch 
them, we used light and the light in collision with the electrons may 
be expected to alter its motion, or, more exactly, to alter its chance of 
arrival at x. 

On the other hand, can we not use weaker light and thus expect a 
weaker effect? A negligible disturbance certainly cannot be presumed 
to produce the finite change in distribution from (a) to (d). But weak 
light does not mean a weaker disturbance. Light comes in photons of 
energy hv, where v is the frequency, or of momentum h/A, where 2 is 
the wavelength. Weakening the light just means using fewer photons, so 
that we may miss seeing an electron. But when we do see one, it means 
a complete photon was scattered and a finite momentum of order h/ 
is given to the electron. 

The electrons that we miss seeing are distributed according to the 
interference law (a), while those we do see and which therefore have 
scattered a photon arrive at x with the probability P = P, + Pp in (d). 
The net distribution in this case is therefore the weighed mean of (a) and 
(d). In strong light, when nearly all electrons scatter light, it is nearly 
(d); and in weak light, when few scatter, it becomes more like (a). 


1-2 
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It might still be suggested that since the momentum carried by the 
light is h/A, weaker effects could be produced by using light of a longer 
wavelength ». But there is a limit to this. If light of too long a wave- 
length is used, we shall not be able to tell whether it was scattered from 
behind hole 1 or hole 2; for the source of light of wavelength \ cannot 
be located in space with precision greater than order X. 

We thus see that any physical agency designed to determine through 
which hole the electron passes must produce, lest we have a paradox, 
enough disturbance to alter the distribution from (a) to (d). 

It was first noticed by Heisenberg, and stated in his uncertainty 
principle, that the consistency of the then-new mechanics required a 
limitation to the subtlety to which experiments could be performed. 
In our case the principle says that an attempt to design apparatus to 
determine through which hole the electron passed, and delicate enough 
so as not to deflect the electron sufficiently to destroy the interference 
pattern, must fail. It is clear that the consistency of quantum mechanics 
requires that it must be a general statement involving all the agencies of 
the physical world which might be used to determine through which hole 
an electron passes. The world cannot be half quantum-mechanical, half 
classical. No exception to the uncertainty principle has been discovered. 


THE UNCERTAINTY PRINCIPLE 


We shall state the uncertainty principle as follows: Any determination 
of the alternative taken by a process capable of following more than one 
alternative destroys the interference between alternatives. Heisenberg’s 
original statement of the uncertainty principle was not given in the form 
we have used here. We shall interrupt our argument for a few paragraphs 
to discuss Heisenberg’s original statement. 

In classical physics a particle can be described as moving along a def- 
inite trajectory and having, for example, a precise position and velocity 
at any particular time. Such a picture would not lead to the odd results 
that we have seen are characteristic of quantum mechanics. Heisenberg’s 
uncertainty principle gives the limits of accuracy of such classical ideas. 
For example, the idea that a particle has both a definite position and a 
definite momentum has its limitations. A real system (i.e., one obeying 
quantum mechanics) looked upon from a classical view appears to be 
one in which the position or momentum is not definite, but is uncertain. 
The uncertainty in position can be reduced by careful measurement, and 
(by applying different techniques) the uncertainty in momentum can be 
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reduced by careful measurement. But, as Heisenberg stated in his prin- 
ciple, both cannot be accurately known simultaneously; the product of 
the uncertainties of momentum and position involved in any experiment 
cannot be smaller than a number with the order of magnitude of A. 
(Here h = h/27 = 1.055 x 10-2” erg-sec, where h is Planck’s constant.) 
That such a result is required by physical cohsistency in the situation 
we have been discussing can be shown by considering still another way 
of trying to determine through which hole the electron passes. 


Example. Notice that if an electron is deflected in passing through 
one of the holes, its vertical component of momentum is changed. Fur- 
thermore, an electron arriving at the detector at x after passing through 
hole 1 is deflected by a different amount, and thus suffers a different 
change in momentum, than an electron arriving at x via hole 2. Sup- 
pose that the screen at C is not rigidly supported, but is free to move 
up and down (Fig. 1-5). Any change in the vertical component of the 
momentum of an electron upon passing through a hole will be accompa- 
nied by an equal and opposite change in the momentum of the screen. 
This change in momentum can be measured by measuring the velocity 
of the screen before and after the passage of an electron. Call dp the dif- 
ference in momentum change between electrons passing through hole 1 
and hole 2. Then an unambiguous determination of the hole used by a 
particular electro requires a momentum determintation of the screen 
to an accuracy of better than dp. 


Fig. 1-5 Another modification of the experiment of Fig. 1-1. The screen C is left free to move 
vertically. If the electron passes hole 2 and arrives at the detector (at x = 0, for example), it is 
deflected upward and the screen C will recoil downward. The hole through which the electron 
passes can be determined for each passage by starting with the screen at rest and measuring 
whether it is recoiling up or down afterward. According to Heisenberg’s uncertainty principle, 
however, such precise momentum measurements on screen C are inconsistent with accurate 
knowledge of its vertical position, so we could not be sure that the center line of the holes is 
correctly set. Instead of P(x) of Fig. 1-2a, we get this smeared a little in the vertical direction, 
so it looks like Fig. 1-2d. 
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If the experiment is set up in such a way that the momentum of 
screen C can be measured to the required accuracy, then, since we can 
determine the hole passed through, we must find that the resulting dis- 
tribution of electrons is that of curve (d) of Fig. 1-2. The interference 
pattern of curve (a) must be lost. How can this happen? To under- 
stand, note that the construction of a distribution curve in the plane B 
requires an accurate knowledge of the vertical position of the two holes 
in screen C. Thus we must measure not only the momentum of screen 
C but also its position. If the interference pattern of curve (a) is to be 
established, the vertical position of C must be known to an accuracy of 
better than d/2, where d is the spacing between maxima of the curve 
(a). For suppose the vertical position of C is not known to this accuracy; 
then the vertical position of every point in Fig. 1-2a cannot be specified 
with an accuracy greater than d/2 since the zero point of the vertical 
scale must be lined up with some nominal zero point on C. Then the 
value of P at any particular height x must be obtained by averaging over 
all values within a distance d/2 of x. Clearly, the interference pattern 
will be smeared out by this averaging process. The resulting curve will 
look like Fig. 1-2d. 

The interference pattern in the original experiment is the sign of 
wave-like behavior of the electron. The pattern is the same for any wave 
motion, so we may use the well-known result from the theory of light 
interference that the relation between the separation a of the holes, the 
distance | between screen C and plane B, the wavelength of the light, 
and d is 


a A 

sian Ss 1.4 
na (1.4) 
as shown in Fig 1.6. In Chap. 3 (at Eq. 3.10) we shall find that the wave- 
length of the electron wave is intimately connected with the momentum 


of the electron by the relation 
p=h/r (1.5) 


If p is the total momentum of an electron (and we assume all the elec- 
trons have the same total momentum), then for / > a, 


OD ga (1.6) 
D l 

as shown in Fig. 1-7. It follows that 

jes (1.7) 


~ Op 
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Fig. 1-6 Two beams of light, starting in phase at holes 1 and 2, will interfere constructively 
when they reach the screen B if they take the same time to travel from C to B. This means 
that a maximum in the interference pattern for light beams passing through two holes will 
occur at the center of the screen. As we move down the screen, the next maximum will occur 
at a distance d, which is far enough from the center that, in traveling to this point, the beam 
from hole 1 will have traveled exactly one wavelength A farther than the beam from hole 2. 


C B 


Fig. 1-7 The deflection of an electron in passing through a hole in the screen C involves 
a change in momentum dp. This change amounts to the addition of a small component of 
momentum in a direction approximately perpendicular to the original momentum vector. The 
change in energy is completely negligible. For small deflection angles, the total momentum 
vector keeps the same magnitude (approximately). Then the deflection angle is represented to a 
very good approximation by |dp|/|p|. If two electrons, one starting from hole 1 with momentum 
Pi and the other starting from hole 2 with momentum pga, reach the same point on the screen B, 
then the angles through which they were deflected must differ by approximately a/l. Since we 
cannot say through which hole an electron has come, the uncertainty in the vertical component 
of momentum which the electron receives on passing through the screen C must be equivalent 
to this uncertainty in deflection angle. This gives the relation |pi — pa|/|p| = |ép|/|p| = a/l. 


1-3 
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Since experimentally we find that the interference pattern has been lost, 
it must be that the uncertainty 6x in the measurement of the position 
of C is larger than d/2. Thus 


h 
bx Op > 5 (1.8) 


which agrees (in order of magnitude) with the usual statement of the 
uncertainty principle. 

A similar analysis can be applied to the previous measuring device 
where the scattering of light was used to determine through which hole 
the electron passed. Such an analysis produces the same lower limit for 
the uncertainties of measurement. 

The uncertainty principle is not “proved” by considering a few such 
experiments. It is only illustrated. The evidence for it is of two kinds. 
First, no one has yet found any experimental way to defeat the limita- 
tions in measurements which it implies. Second, the laws of quantum 
mechanics seem to require it if their consistency is to be maintained, 
and the predictions of these laws have been confirmed again and again 
with great precision. 


INTERFERING ALTERNATIVES 


Two Kinds of Alternatives. From a physical standpoint the two 
routes are independent alternatives, yet the implications that the prob- 
ability is the sum P, + P2 is false. This means that either the premise or 
the reasoning which leads to such a conclusion must be false. Since our 
habits of thought are very strong, many physicists find that it is much 
more convenient to deny the premise than to deny the reasoning. To 
avoid the logical inconsistencies into which it is so easy to stumble, they 
take the following view: When no attempt is made to determine through 
which hole the electron passes, one cannot say it must pass through one 
hole or the other. Only in a situation where apparatus is operating to 
determine through which hole the electron goes is it permissible to say 
that it passes through one or the other. When you watch, you find that 
it goes through either one hole or the other hole; but if you are not 
looking, you cannot say that it goes either one way or the other! Nature 
demands that we walk a logical tightrope if we wish to describe her. 

Contrary to that way of thinking, we shall in this book follow the 
suggestion made in Sec. 1-1 and deny the reasoning; i.e., we shall not 
compute probabilities by adding probabilities for all alternatives. In 
order to make definite the new rules for combining probabilities, it will 
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be convenient to define two meanings for the word “alternative.” The 
first of these meanings carries with it the concept of exclusion. Thus 
holes 1 and 2 are exclusive alternatives if one of them is closed or if 
some apparatus that can unambiguously determine which hole is used 
is operating. The other meaning of the word “alternative” carries with 
it a concept of combination or interference. (The term interference has 
the same meaning here as it has in optics, i.e., either constructive or 
destructive interference.) Thus we shall say that holes 1 and 2 present 
interfering alternatives to the electron when (1) both holes are open and 
(2) no attempt is made to determine through which hole the electron 
passes. When the alternatives are of this interfering type, the laws of 
probability must be changed to the form given in Eqs. (1.1) and (1.2). 

The concept of interfering alternatives is fundamental to all of quan- 
tum mechanics. In some situations we may have both kinds of alter- 
natives present. Suppose we ask, in the two-hole experiment, for the 
probability that the electron arrives at some point, say, within 1 cm of 
the center of the screen. We mean by this the probability that if there 
were counters arranged all over the screen (so one or another would go 
off when the electron arrived), the counter which went off was within 
1 cm of x = 0. Here the various possibilities are that the electron arrives 
at some counter via some hole. The holes represent interfering alterna- 
tives, but the counters represent exclusive alternatives. Thus we first 
add ¢; + ¢2 for a fixed xz, square that, and then sum those resultant 
probabilities over x from —0.5 to +0.5 cm. 

It is not hard, with a little experience, to tell which kind of alter- 
native is involved. For example, suppose that information about the 
alternatives is available (or could be made available without altering the 
result), but this information is not used. Nevertheless, in this case a 
sum of probabilities (in the ordinary sense) must be carried out over ez- 
clusive alternatives. These exclusive alternatives are those which could 
have been separately identified by the information. 


Some Illustrations. When alternatives cannot possibly be resolved 
by any experiment, they always interfere. A striking illustration of this 
is the scattering of two nuclei at 90°, say, in the center-of-gravity system, 
as illustrated in Fig. 1-8. Suppose the nucleus starting at A is an alpha 
particle and the one starting at B is some other nucleus. Ask for the 
probability that the nucleus starting from A is scattered to position 1 and 
that from B to 2. The amplitude is, say, (1, 2; A,B). The probability of 
this is p = |¢(1,2;A,B)|?. Suppose we do not distinguish what kind of 
nucleus arrives at 1, that is, whether it is from A or from B. If it is the 
nucleus from B, the amplitude is ¢(2, 1; A, B) (which equals $(1, 2; A,B), 
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Fig. 1-8 Scattering of one nucleus 
by another in the center-of-gravity 
system. The scattering of two iden- 
tical nuclei shows striking interfer- 
ence effects. There are two interfer- 
ing alternatives here. The particle 
which arrives at 1, say, could have 
started either from A or from B. If 
the original nuclei were not identi- 
cal, tests of identity at 1 could de- 
termine which alternative had ac- 
tually been taken, so they are ex- 
clusive alternatives and the special 
interference effects do not arise in 


UW y) this case. 


because we have taken a 90° angle). The chance that some nucleus ar- 
rives at 1 and the other at 2 is 


|O(1, 2; A, B)|? + |6(2, 1; A, B)|? = 2p (1.9) 


We have added the probabilities. The cases “A to 1 and B to 2” and 
“A to 2 and B to 1” are exclusive alternatives because we could, if we 
wished, determine the character of the nucleus at 1 without disturbing 
the previous scattering process. 

But what would happen if both A and B released alpha particles? 
Then no experiment can distinguish which is which, and we cannot 
know whether the nucleus arriving at 1 started from A or B. We have 
interfering alternatives, and the probability is 


|O(1, 25, B) + $(2, 1; A, B)|? = 4p (1.10) 


This interesting result is readily verified experimentally. 

If electrons scatter electrons, the result is different in two ways. First, 
the electron has a quality we call spin, and a given electron may be 
in one of the two states called spin up and spin down. The spin is 
not changed to first approximation for scattering at low energy. The 
spin carries a magnetic moment. At low velocities the main forces are 
electrical, owing to charge, and the magnetic influences make only a 
small correction, which we neglect. So if the electron from A has spin 
up and the electron from B has spin down, we could later tell which 
arrived at 1 by measuring its spin. If up, it is from A; if down, from B. 
The scattering probability is then 


|o(1, 2; A, B)|? + |6(2, 1; A, B)/? = 2p (1.11) 


in this case. 
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If, however, electrons at both A and B start with spin up, we cannot 
later tell which is which and we would expect 


|(1,2; A, B) + 6(2,1;A, B)|? = 4p (1.12) 


Actually this is wrong and, remarkably, electrons obey a different rule. 
The amplitude for an event in which the identity of a pair of electrons 
is reversed contributes 180° out of phase. That is, the case of both spin 
up gives 


|o(1, 2; A, B) — ¢(2, 1; A, B)|? (1.13) 
In our case of 90° scattering ¢(1,2;A,B) = 4(2,1;A,B), so this is zero. 


Fermions and Bosons. This rule of the 180° phase shift for al- 
ternatives involving exchange in identity of electrons is very odd, and 
its ultimate reason in nature is still only imperfectly understood. Other 
particles besides electrons obey it. Such particles are called fermions, 
and are said to obey Fermi, or antisymmetric, statistics. Electrons, pro- 
tons, neutrons, neutrinos, and jz mesons are fermions. So are composites 
of an odd number of these such as a nitrogen atom, which contains seven 
electrons, seven protons, and seven neutrons. This 180° rule was first 
stated by Pauli and is the full quantum-mechanical basis of his exclusion 
principle, which controls the character of the chemists’ periodic table. 

Particles for which interchange does not alter the phase are called 
bosons and are said to obey Bose, or symmetrical, statistics. Examples 
of bosons are photons, 7 mesons, and composites containing an even 
number of Fermi particles such as an alpha particle, which is two pro- 
tons and two neutrons. All particles are either one or the other, bosons 
or fermions. These interference properties can have profound and mys- 
terious effects. For example, liquid helium made of atoms of atomic 
mass 4 (bosons) at temperatures of one or two degrees Kelvin can flow 
without any resistance through small tubes, whereas the liquid made of 
atoms of mass 3 (fermions) does not have this property. 

The concept of identity of particles is far more complete and definite 
in quantum mechanics than it is in classical mechanics. Classically, two 
particles which seem identical could be nearly identical, or identical for 
all practical purposes, in the sense that they may be so closely equal that 
present experimental techniques cannot detect any difference. However, 
the door is left open for some future technique to establish the differ- 
ence. In quantum mechanics, however, the situation is different. We can 
give a direct test to determine whether or not particles are completely 
indistinguishable. 
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If the particles in the experiment diagramed in Fig. 1-8, starting from 
A and B, were only approximately identical, then improvements in exper- 
imental techniques would enable us to determine by close scrutiny of the 
particle arriving at 1, for example, whether it came from A or B. In this 
situation the alternatives of the two initial positions must be exclusive, 
and there must be no interference between the amplitudes describing 
these alternatives. Now the important point is that this act of scrutiny 
would take place after the scattering had taken place. This means that 
the observation could not possibly affect the scattering process, and this 
in turn implies that we would expect no interference between the ampli- 
tudes describing the alternatives (that it is either the particle from A or 
the particle from B which arrives at 1). In this case we must conclude 
from the uncertainty principle that there is no way, even in principle, 
to ever distinguish between these possibilities. That is, when a particle 
arrives at 1, it is completely impossible by any test whatsoever, now or 
in the future, to determine whether the particle started from A or B. In 
this more rigorous sense of identity, all electrons are identical, as are all 
protons, etc. 

As a second example we consider the scattering of neutrons from 
a crystal. When neutrons of wavelength somewhat shorter than the 
atomic spacing are scattered from the atoms in a crystal, we get very 
strong interference effects. The neutrons emerge only in certain discrete 
directions determined by the Bragg law of reflection, just as for X-rays. 
The interfering alternatives which enter this example are the alternative 
possibilities that it is one, or another, atom which does the scattering of 
a particular neutron. (The amplitude to scatter neutrons from any atom 
is so small that we need not consider alternatives in which a neutron is 
scattered by two or more atoms.) The waves of amplitude describing the 
motion of a neutron which start from these atoms interfere constructively 
only in certain definite directions. 

Now there is an interesting complication which enters this appar- 
ently simple picture. Neutrons, like electrons, carry a spin, which can 
be analyzed in two states, spin up and spin down. Suppose the scat- 
tering material is composed of an atomic species which has a similar 
spin property, such as carbon-13. In this case an experiment will reveal 
two apparently different types of scattering. It is found that besides 
the scattering in discrete directions, as described in the preceding para- 
graph, there is a diffuse scattering in all directions. Why should this 
be? 

A clue to the source of these two types of scattering is provided by 
the following observation. Suppose all the neutrons which enter the ex- 
periment are prepared with spin up. If the spin direction of the emerging 
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neutrons is analyzed, it will be found that some are up and some are 
down; those which still have spin up are scattered only at the discrete 
Bragg angles, while those whose spin has been changed to down come 
out scattered diffusely in all directions! 

Now in order that a neutron flip its spin from up to down, the law 
of conservation of angular momentum requires that the spin of the scat- 
tering nucleus change from down to up. Therefore, in principle, the 
particular nucleus which was responsible for scattering that particular 
neutron could be determined. We could, in principle, note down before 
the experiment the spin state of all the scattering nuclei in the crystal. 
Then, after the neutron is scattered, we could reinvestigate the crystal 
and see which nucleus had changed its spin from down to up. If no 
crystal nucleus underwent such a change in spin, then neither did the 
neutron, and we cannot tell from which nucleus the neutron actually 
scattered. In this case the alternatives interfere and the Bragg law of 
scattering results. 

If, on the other hand, one crystal nucleus is found to have changed 
spin, then we know that this nucleus did the scattering. There are no 
interfering alternatives. The spherical waves of amplitude which emerge 
from this particular nucleus describe the motion of the scattered neu- 
tron, and only the waves emerging from this nucleus enter into that 
description. In this case there is equal likelihood to find the scattered 
neutron coming out in any direction. 

The concept of searching through all the nuclei in a crystal to find 
which one has changed its spin state is surely a needle-in-the-haystack 
type of activity, but nature is not concerned with the practical difficul- 
ties of experimentation. The important fact is that in principle it is 
possible without producing any disturbance of the scattered neutron to 
determine (in the latter case where the spin states change) which crys- 
tal nucleus actually did the scattering. The existence of this possibility 
means that even if we do not actually carry out this determination, we 
are nevertheless dealing with exclusive (and thus noninterfering) alter- 
natives. 

On the other hand, the fact that we get interference between alter- 
natives in the situation where the spin of the neutron was not changed 
means that it is impossible, even in principle, to ever discover which par- 
ticular crystal nucleus did the scattering — impossible, at least, without 
disturbing the situation during or before the scattering. 


1-4 
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SUMMARY OF PROBABILITY CONCEPTS 


Alternatives and the Uncertainty Principle. The purpose of 
this introductory chapter has been to explain the meaning of a probabil- 
ity amplitude and its importance in quantum mechanics and to discuss 
the rules for manipulation of these amplitudes. Thus we have stated 
that there is a quantity called a probability amplitude associated with 
every method whereby an event in nature can take place. For exam- 
ple, an electron going from source S (Fig. 1-1) to a detector at 2 has 
one amplitude for completing this course while passing through hole 1 
of the screen at C and another amplitude for passing through hole 2. 
Further, we can associate an amplitude with the overall event by adding 
together the amplitudes of each alternative method. Thus, for example, 
the overall amplitude for arrival at x is given in Eq. (1.2) as 


b= 1+ 2 (1.14) 


Next, we interpret the absolute square of the overall amplitude as 
the probability that the event will happen. For example, the probability 
that an electron reaches the detector is 


P =(|¢1 + $0)? (1.15) 


If we interrupt the course of the event before its conclusion with an 
observation of the state of the particles involved in the event, we disturb 
the construction of the overall amplitude. Thus if we observe the system 
of particles to be in one particular state, we exclude the possibility that 
it can be in any other state, and the amplitudes associated with the 
excluded states can no longer be added in as alternatives in comput- 
ing the overall amplitude. For example, if we determine with the help 
of some sort of measuring equipment that the electron passes through 
hole 1, the amplitude for arrival at the detector is just ¢,. Further, it 
does not matter if we actually observe and record the outcome of the 
measurement or not, so long as the measurement equipment is working. 
Obviously, we could observe the outcome at any time we wished. The 
operation of the measuring equipment is sufficient to disturb the system 
and its probability amplitude. 

This latter fact is the basis of the Heisenberg uncertainty principle, 
which states that there is a natural limit to the subtlety of any experi- 
ment or the refinement of any measurement. 
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The Structure of the Amplitude. The amplitude for an event is 
the sum of the amplitudes for the various alternative ways that the event 
can occur. This permits the amplitude to be analyzed in many different 
ways depending on the different classes into which the alternatives can 
be divided. The most detailed analysis results from considering that a 
particle going from a to b, for example, in a given time interval, can 
be considered to have done this by going in a certain motion (position 
vs. time) or path in space and time. We shall therefore associate an 
amplitude with each possible motion. The total amplitude will be the 
sum of a contribution from each of the paths. 

This idea can be made more clear by a further consideration of our 
experiment with the two holes. Suppose we put a couple of extra screens 
between the source and the holes. Call these screens E and D. In each of 
them we drill a few holes which we call E;, Eo, ...and Dj, Do, ... (Fig. 1- 
9). For simplicity, we shall assume the electrons are constrained to move 
in the zy plane. Then there are several alternative paths which an 
electron may take in going from the source to either hole in screen C. It 
could go from the source to Eg, and then Ds, and then the hole 1; or it 
could go from the source to Es, then Dj, and finally to the hole 1; etc. 
Each of these paths has its own amplitude. The complete amplitude is 
the sum of all of them. 


A E D C B 


Fig. 1-9 When several holes are drilled in the screens E and D placed between the 
source at screen A and the final position at screen B, several alternative routes are 
available for each electron. For each of these routes there is an amplitude. The result 
of any experiment in which all of the holes are open requires the addition of all these 
amplitudes, one for each possible path. 
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Fig. 1-10 More and more holes are cut in the screens at ym and yp. Eventually, the 
screens are completely riddled with holes, and the electron has a continuous range of 
positions, up and down along each screen, at which it can pass through the position 
of the screen. In this case the sum of alternatives becomes a double integral over the 
continuous variables xz and xp describing the alternative heights at which the electron 
passes the position of the screens at yz and yp. 


Next, suppose we continue to drill holes in the screens E and D until 
there is nothing left of the screens. The path of an electron must now be 
specified by the height zg at which the electron passes the position yg at 
the nonexistent screen E, together with the height xp, at the position yp 
as in Fig. 1-10. To each pair of heights there corresponds an amplitude. 
The principle of superposition still applies, and we must take the sum 
(or by now, the integral) of these amplitudes over all possible values of 
Le and zp. 

Clearly, the next thing to do is to place more and more screens 
between the source and hole 1 and in each screen drill so many holes that 
there is nothing left. Throughout this process we continue to refine the 
definition of the path of the electron, until finally we arrive at the sensible 
idea that a path is merely height as a particular function of distance, or 
z(y). We also continue to apply the principle of superposition, until we 
arrive at the integral over all paths of the amplitude for each path. 

Now we can make a still finer specification of the motion. Not only 
can we think of the particular path z(y) in space, but we can specify the 
time at which it passes each point in space.° That is, a path will (in our 
two-dimensional case) be given if the two functions z(t), y(t) are given. 
Thus we have the idea of an amplitude to take a certain path x(t), y(t). 
The total amplitude to arrive is the sum or integral of this amplitude 
over all possible paths. The problem of defining this concept of a sum 
or integral over all paths in a mathematically more precise way will be 
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taken up in Chap. 2. 

Chapter 2 also contains the formula for the amplitude for any given 
path. Once this is given, the laws of nonrelativistic quantum mechanics 
are completely stated, and all that remains is a demonstration of the 
application of these laws in a number of interesting special cases. 


SOME REMAINING THOUGHTS 


We shall find that in quantum mechanics, the amplitudes ¢ are solu- 
tions of a completely deterministic equation (the Schrédinger equation). 
Knowledge of ¢ at ¢ = 0 implies its knowledge at all subsequent times. 
The interpretation of |¢|? as the probability of an event is an indeter- 
ministic interpretation. It implies that the result of an experiment is 
not exactly predictable. It is very remarkable that this interpretation 
does not lead to any inconsistencies. That this is true has been amply 
demonstrated by analyses of many particular situations by Heisenberg, 
Bohr, Born, von Neumann, and many other physicists. In spite of all 
these analyses the fact that no inconsistency can arise is not thoroughly 
obvious. For this reason quantum mechanics appears as a difficult and 
somewhat mysterious subject to a beginner. The mystery gradually de- 
creases aS more examples are tried out, but one never quite loses the 
feeling that there is something peculiar about the subject. 

There are a few interpretational problems on which work may still be 
done. They are very difficult to state until they are completely worked 
out. One is to show that the probability interpretation of ¢ is the only 
consistent interpretation of this quantity. We and our measuring in- 
struments are part of nature and so are, in principle, described by an 
amplitude functions satisfying a deterministic equation. Why can we 
only predict the probability that a given experiment will lead to a def- 
inite result? From what does the uncertainty arise? Almost without 
doubt it arises from the need to amplify the effects of single atomic 
events to such a level that they may be readily observed by large sys- 
tems. The details of this have been analyzed only on the assumption 
that |¢|? is a probability, and the consistency of this assumption has 
been shown. It would be an interesting problem to show that no other 
consistent interpretation can be made.° 

Other problems which may be further analyzed are those dealing 
with the theory of knowledge. For example, there seems to be a lack 
of symmetry in time in our knowledge. Our knowledge of the past is 
qualitatively different from that of the future. In what way is only the 
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probability of a future event accessible to us, whereas the certainty of 
a past event can often apparently be asserted? These matters again 
have been analyzed to a great extent. Possibly a little more can be 
said to clarify the situation, however. Obviously, we are again involved 
in the consequences of the large size of ourselves and of our measur- 
ing equipment. The usual separation of observer and observed which is 
now needed in analyzing measurements in quantum mechanics should 
not really be necessary, or at least should be even more thoroughly 
analyzed. What seems to be needed is the statistical mechanics of am- 
plifying apparatus.° 

The analyses of such problems are, of course, in the nature of philo- 
sophical questions. They are not necessary for the further development 
of physics. We know we have a consistent interpretation of ¢ and, almost 
without doubt, the only consistent one. The problem of today seems to 
be the discovery of the laws governing the behavior of ¢ for phenomena 
involving nuclei and mesons. The interpretation of ¢ is interesting. But 
the much more intriguing question is: What new modifications of our 
thinking will be required to permit us to analyze phenomena occurring 
within nuclear dimensions? 


THE PURPOSE OF THIS BOOK 


So far, we have given the form the quantum-mechanical laws must take, 
i.e., that a probability amplitude exists, and we have outlined one pos- 
sible scheme for calculating this amplitude. There are other ways to 
formulate this. In a more usual approach to quantum mechanics the 
amplitude is calculated by solving a kind of wave equation. For particles 
of low velocity, it is called the Schrodinger equation. A more accurate 
equation valid for electrons of velocity arbitrarily close to the velocity of 
light is the Dirac equation. In this case the probability amplitude is a 
kind of hypercomplex number. We shall not discuss the Dirac equation 
in this book, nor shall we investigate the effects of spin. Instead, we limit 
our attention to low-velocity electrons, extending our horizon somewhat 
in the direction of quantum electrodynamics by investigating photons, 
particles whose behavior is determined by Maxwell’s equations. 

In this book we shall give the laws to compute the probability ampli- 
tude for nonrelativistic problems in a manner which is somewhat uncon- 
ventional. In some ways, particularly in developing a conceptual under- 
standing of quantum mechanics, it may be preferred, but in others, e.g., 
in making computations for the simpler problems and for understanding 
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the literature, it is disadvantageous. 

The more conventional view, via the Schrédinger equation, is already 
presented in many books, but the views to be presented here have ap- 
peared only in abbreviated form in papers in the journals.! A central 
aim of this book is to collect this work into one volume where it may be 
expounded with sufficient clarity and detail to be of use to the interested 
student. 

In order to keep the subject within bounds, we shall not make a com- 
plete development of quantum mechanics. Instead, whenever a topic has 
reached such a point that further elucidation would best be made by con- 
ventional arguments appearing in other books, we refer to those books. 
Because of this incompleteness, this book cannot serve as a complete 
textbook of quantum mechanics. It can serve as an introduction to the 
ideas of the subject if used in conjunction with another book that deals 
with the Schrddinger equation, matrix mechanics, and applications of 
quantum mechanics. 

On the other hand, we shall use the space saved (by our not develop- 
ing all of quantum mechanics in detail) to consider the application of the 
mathematical methods used in the formulation of quantum mechanics 
to other branches of physics (Chaps. 10-12). 

It is a problem of the future to discover the exact manner of comput- 
ing amplitudes for processes involving the apparently more complicated 
particles, namely, neutrons, protons, and mesons. Of course, one can 
doubt that, when the unknown laws are discovered, we shall find our- 
selves computing amplitudes at all. However, the situation today does 
not seem analogous to that preceding the discovery of quantum mechan- 
ics. 

In the 1920’s there were many indications that the fundamental the- 
orems and concepts of classical mechanics were wrong, i.e., there were 
many paradoxes. General laws could be proved independently of the 
detailed forces involved. Some of these laws did not hold. For exam- 
ple, each spectral line showed a degree of freedom for an atom, and at 
temperature T each degree of freedom should have an energy kT’, con- 
tributing R to the specific heat. Yet this very high specific heat expected 
from the enormous number of spectral lines did not appear. 

Today, any general law that we have been able to deduce from the 
principle of superposition of amplitudes, such as the characteristics of 
angular momentum, seems to work. But the detailed interactions still 
elude us. This suggests that amplitudes will exist in a future theory, but 
their method of calculation may be strange to us. 


1R.P. Feynman, Space-Time Approach to Non-relativistic Quantum Mechanics, 
Rev. Mod. Phys., vol. 20, pp. 367-387, 1948. 


The Quantum-mechanical 
Law of Motion 


IN this chapter we intend to complete our specification of nonrelativistic 
quantum mechanics which we began in Chap. 1. There we noted the 
existence of an amplitude for each trajectory; here we shall give the form 
of the amplitude for each trajectory. For a while, for simplicity, we shall 
restrict ourselves to the case of a particle moving in one dimension. Thus 
the position at any time can be specified by a coordinate z, a function 
of time t. By the path, then, we mean a function z(t). 

If a particle at an initial time ¢, starts from point Z, and goes to a 
final point zp at time t), we shall say simply that the particle goes from 
a to b and our function z(t) will have the property that z(t.) = rz, and 
z(t») = zy. In quantum mechanics, then, we shall have an amplitude, 
often called° a kernel, which we may write K(b, a), to get from the point 
a to the point b. This will be the sum over all of the trajectories that 
go between the end points a and 6 of a contribution from each. This 
is to be contrasted with the situation in classical mechanics in which 
there is only one specific and particular trajectory which goes from a to 
b, the so-called classical trajectory, which we shall label Z(t). Before we 
go on to give the rule for the quantum-mechanical case, let us remind 
ourselves of the situation in classical mechanics. 


THE CLASSICAL ACTION 


One of the most elegant ways of expressing the condition that determines 
the particular path Z(t) out of all the possible paths is the principle of 
least action. That is, there exists a certain quantity S which can be 
computed for each path. The classical path z(t) is that for which S is a 
minimum. Actually, the real condition is that S' be merely an extremum. 
That is to say, the value of S is unchanged in the first order if the path 
Z(t) is modified slightly. 
The quantity S is given by the expression 
to 

= Ee et) at (2.1) 

ta 
where L is the lagrangian for the system. For a particle of mass m 
subject to a potential energy V(z,t), which is a function of position and 
time, the lagrangian is 


E= 2 ~V(z,t) (2.2) 


The form of the extremum path Z(t) is determined through the usual 
procedures of the calculus of variations. Thus, suppose the path is varied 


26 


2-1 The classical action 27 


away from Z(t) by an amount dz(t); the condition that the end points 
of Z(t) are fixed requires 


Ort 0a) 0 (2.3) 
The condition that Z(t) be an extremum of S means 
6S = S|Z+ da] — S[z] =0 (2.4) 


to first order in 6x(t). Using the definition of Eq. (2.1) we may write 
to 
S[xz + da] = / L(t + 6@,x + dz, t) dt 
ta 


es L L 
=| [2¢a,2,9) + 5a5E + aos dt 
te 


OL Ox 
gl] Gemecy b OL 
= S{xr| + a Gee + aad dt (2.5) 
Upon integration by parts, the variation in S becomes 
Ob | fs VE FOL . OL 
io = 0 Z _— [ 6x E (FE) —= = dt (2.6) 


Since x(t) is zero at the end points, the first term on the right-hand 
side of the equation is zero. Between the end points dz(t) can take on 
any arbitrary value. Thus the extremum is that curve along which the 
following condition is always satisfied: 


d (OL OL 
5 (35) - ae (2.7) 


This is, of course, the classical lagrangian equation of motion. 

In classical mechanics, the form of the action integral S = [ L dt is 
interesting, not just the extreme value S,;. This interest derives from 
the necessity to know the action along a set of neighboring paths in 
order to determine the path of least action. 

In quantum mechanics both the form of the integral and the value of 
the extremum are again important. In the following problems we shall 
evaluate the extremum in a variety of situations. 


Problem 2-1 For a free particle L = (m/2)z£?. Show that the 
action S$, corresponding to the classical motion of a free particle is 


m (xp — Da) 


Sa = 
aa. a ee 


(2.8) 


2-2 
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Problem 2-2° For a harmonic oscillator L = (m/2)(£? — wx). 
With T equal to t, — t,, show that the classical action is 

mu 
Sei = Sanu + ar?) coswI' — 22524) (2.9) 


Problem 2-3° Find S,; for a particle under a constant force f, that 
is, L = (m/2)a? + fa. 


Problem 2-4 Classically, the momentum is defined as 


OL 
aia, 2.10 
Show that the momentum at a final point is 
OL OS 
abe — praia 
( Ox ) L=Lb % Ox» ( 


while the momentum at an initial point is 


OL) _ Ba 
OL } nx, = One 


Hint: Consider the effect on Eq. (2.6) of a change in the end points. 


Problem 2-5 Classically, the energy is defined as 


E=azp-L (2.12) 
Show that the energy at a final point is 
: OL OSe 
— —L = 2.13 
while the energy at an initial point is 
OSel 
* Ota 


Hint: A change in the time of an end point requires a change in path, 
since all paths must be classical paths. 


THE QUANTUM-MECHANICAL AMPLITUDE 


Now we can give the quantum-mechanical rule. We must say how much 
each trajectory contributes to the total amplitude to go from a to b. 
It is not just the particular path of extreme action that contributes; 
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rather, all the paths contribute. They contribute equal magnitudes to 
the total amplitude, but contribute at different phases. The phase of the 
contribution for a given path is the action S for that path in units of the 
quantum of action h. That is, to summarize: The probability P(b, a) to 
go from a point Z, at time t, to the point x, at time ty is the absolute 
square P(b,a) = |K(b,a)|? of an amplitude K(b,a) to go from a to b. 
This amplitude is the sum of contributions ¢[x(t)] from each path. 


Kiba)= 2 a(t] (2.14) 


paths from a to b 


The contribution of a path has a phase proportional to the action S: 
¢{x(t)} = const e@/™ Sle)! (2.15) 


The action is that for the corresponding classical system (see Eq. 2.1). 
The constant will be chosen to normalize K correctly, and it will be taken 
up later (Sec. 2.4) when we discuss more mathematically just what we 
mean in Eq. (2.14) by a sum over paths. 


THE CLASSICAL LIMIT 


Before we go on to making the mathematics more complete, we shall 
compare this quantum law with the classical rule. At first sight, from 
Eq. (2.15) all paths contribute equally, although their phases vary, so 
it is not clear how, in the classical limit, some particular path becomes 
most important. The classical approximation, however, corresponds to 
the case that the dimensions, masses, times, etc., are so large that S' is 
enormous in relation to A (= 1.05x107?" erg-sec). Then the phase of the 
contribution S/h is some very, very large angle. The real (or imaginary) 
part of ¢ is the cosine (or sine) of this angle. This is as likely to be 
plus as minus. Now if we move the path as shown in Fig 2-1 by a small 
amount 6x, small on the classical scale, the change in S$ is likewise small 
on the classical scale, but not when measured in the tiny units of h. 
These small changes in path will, generally, make enormous changes in 
phase, and our cosine or sine will oscillate exceedingly rapidly between 
plus and minus values. The total contribution will then add to zero; for 
if one path makes a positive contribution, another infinitesimally close 
(on a classical scale) makes an equal negative contribution, so that no 
net contribution arises. 
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x 


Fig. 2-1 The classical path 1, Z(t), is that for which a certain integral, the action S, 
is minimum. If the path is varied by dx(t), to path 2, the integral suffers no first-order 
change. This determines the classical equation of motion. 

In quantum mechanics, the amplitude to go from a to b is the sum of amplitudes for 
each interfering alternative path. The amplitude for a given path, e'S/h has a phase 
proportional to the action. 

If the action is very large compared to h, neighboring paths such as 3 and 4 have 
slightly different actions — slightly different on a classical scale. Such paths will (be- 
cause of the smallness of f) have very different phases. Their contributions will cancel 
out. Only in the vicinity of the classical path Z(t), where the action changes little 
when the path varies, will neighboring paths, such as 1 and 2, contribute in the same 
phase and constructively interfere. That is why the approximation of classical physics 
— that only the path Z(t) need be considered — is valid when the action is very large 
compared to h. 


Therefore, no path really needs to be considered if the neighboring 
path has a different action; for the paths in the neighborhood cancel 
out the contribution. But for the special path Z(t), for which S is an 
extremum, a small change in path produces, in the first order at least, 
no change in S. All the contributions from the paths in this region are 
nearly in phase, at phase S,;/h, and do not cancel out. Therefore, only 
for paths in the vicinity of Z(t) can we get important contributions, and 
in the classical limit we need only consider this particular trajectory as 
being of importance. In this way the classical laws of motion arise from 
the quantum laws. 

We may note that trajectories which differ from Z(t) contribute as 
long as the action is still within about h of S.,;. The classical trajectory 
is indefinite to this slight extent, and this rule serves as a measure of 
the limitations of the precision of the classically defined trajectory. 

Next consider the dependence of the phase on the position of the end 
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point (xp, t»). If we change the end point a little, this phase changes a 
great deal, and K(b,a) changes very rapidly. If by a “smooth function” 
we mean one like S,, which changes only when changes in argument 
which are appreciable on a classical scale are made, we note that K(b, a) 
is far from smooth, but in this classical approximation our arguments 
show that it is of the form 


K(b, a) = “smooth function” - e*S/* (2.16) 


All these approximate considerations apply to a situation on a scale 
for which classical physics might be expected to work (S >> A). But at 
an atomic level, S may be comparable with hf, and then all trajectories 
must be added in Eq. (2.14) in detail. No particular trajectory is of 
overwhelming importance, and of course Eq. (2.16) is not necessarily a 
good approximation. To deal with such cases, we shall have to find out 
how to carry out such sums as are implied by Eq. (2.14). 


THE SUM OVER PATHS 


Analogy with the Riemann Integral. Although the qualitative 
idea of a sum of a contribution for each of the paths is clear, a more pre- 
cise mathematical definition of such a sum must be given. The number 
of paths is a high order of infinity, and it is not evident what measure 
is to be given to the space of paths. It is our purpose in this section to 
give such a mathematical definition. This definition will be found rather 
cumbersome for actual calculation. In the succeeding chapters we shall 
describe other and more efficient methods of computing the sum over all 
paths. As for this section, it is hoped that the mathematical difficulty, or 
rather inelegance, will not distract the reader from the physical content 
of the ideas. 

We can begin our understanding with a consideration of the ordinary 
Riemann integral. We could say, very roughly, that the area A under 
a curve is the sum of all its ordinates. Better, we could say that it is 
proportional to that sum. But to make the idea precise, we do this: take 
a subset of all ordinates (e.g., those spaced at equal intervals h). Adding 
these ordinates, we obtain 


A~ > f(a) (2.17) 


where the summation is carried out over the finite set of points z;, as 
shown in Fig. 2.2. 
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Fig. 2-2 In the definition of the ordinary Riemann integral, a set of ordinates is 
drawn from the abscissa (the z-axis) to the curve. The ordinates are spaced a distance 
h apart. The integral (area between the curve and the abscissa) is approximated by h 
times the sum of the ordinates. This approximation approaches the correct value as h 
approaches zero. 

An analogous definition can be used for path integrals. The measure which goes to 
zero in the limit process is the time interval € between discrete points on the paths. 


The next step is to define A as the limit of this sum as the subset of 
points, and thus the subset of ordinates, becomes more complete or — 
because a finite set is never any measurable part of the infinite continuum 
— we may better say as the subset becomes more representative of the 
complete set. We can pass to the limit in an orderly manner by taking 
continually smaller and smaller values of h. In so doing, we would obtain 
a different sum for each value of h. No limit exists. In order to obtain 
a limit to this process, we must specify some normalizing factor which 
should depend on h. Of course, for the Riemann integral, this factor is 
just h itself. Now the limit exists and we may write the expression 


A=lim ! De nes) (2.18) 


Constructing the Sum. We can follow through an analogous pro- 
cedure in defining the sum over all paths. First, we choose a subset of 
all paths. To do this, we divide the independent variable time into steps 
of width ¢. This gives us a set of values t; spaced an interval € apart be- 
tween the values t, and t,. At each time ¢t; we select some special point 
x;. We construct a path by connecting all the points so selected with 
straight lines. It is possible to define a sum over all paths constructed 
in this manner by taking a multiple integral over all values of x; for 2 
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between 1 and N — 1, where 


N€= tp 5 
é=tjii1-t (2.19) 
to = te tn = ty 

Lo = Le LN = Ly 


The resulting equation is 


Kae / = if / Seder den tian (2.20) 


We do not integrate over Zp or xy because these are the fixed end 
points zg and xz». This equation corresponds formally to Eq. (2.17). 
In the present case we can obtain a more representative sample of the 
complete set of all possible paths between a and b by making ¢€ smaller. 
However, just as in the case of the Riemann integral, we cannot proceed 
to the limit of this process because the limit does not exist. Once again 
we must provide some normalizing factor which we expect will depend 
upon €. 

Unfortunately, to define such a normalizing factor seems to be a very 
difficult problem and we do not know how to do it in general. But we do 
know how to give the definition for all situations which so far seem to 
have practical value. For example, take the case where the lagrangian is 
given by Eq. (2.2). The normalizing factor turns out to be A~%, where 


i nig AD 
4 (=) (2.21) 
m 


We shall see later (in Sec. 4-1) how this result is obtained. With this 
factor the limit exists° and we may write 


dx, dx dz 
= (i/h)S[b,a] O¥1 z pesca Sena 
K(b,a = lim iz fe zr a (2.22) 
where 
to 
Sale / Bowne (2.23) 
ta 


is a line integral taken over the trajectory passing through the points 7; 
with straight sections between, as in Fig. 2-3. 
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Fig. 2-3 The sum over paths is defined as 

oti oo a limit, in which at first the path is spec- 
ified by giving only its coordinate x at a 

= large number of specified times separated by 
very small time intervals «. The path sum is 
then an integral over all these specific coordi- 
nates. Then to achieve the correct measure, 
the limit is taken as € approaches 0. 


x 


It is possible to define the path in a somewhat more elegant manner. 
Instead of straight lines between the points 7 and 7+ 1, we could use 
sections of the classical orbit. Then we could say that S is the minimum 
value of the integral of the lagrangian over all the paths which go through 
the specified points (z;,t;). With this definition no recourse is made to 
arbitrary straight lines. 


The Path Integral. There are many ways to define a subset of 
all the paths between a and b. The particular definition we have used 
here may not be the best for some mathematical purposes. For example, 
suppose the lagrangian depends upon the acceleration of z. In the way 
we have constructed the path, the velocity is discontinuous at the various 
points (z;,t,;); that is, the acceleration is infinite at these points. It is 
possible that this situation would lead to trouble. However, in the few 
such examples with which we have had experience the substitution 


ee 
t= a (tit —27;+ i217) (2.24) 


has been adequate. There may be other cases where no such substitution 
is available or adequate, and the present definition of a sum over all paths 
is just too awkward to use. 

A similar situation arises in ordinary integration, where sometimes 
the Riemann definition, Eq. (2.18), is not adequate and recourse must 
be had to some other definition, such as that of Lebesgue. The need 
to redefine the method of integration does not destroy the concept of 
integration. So we feel that the possible awkwardness of the special 
definition of the sum over all paths (as given in Eq. 2.22) may eventu- 
ally require new definitions to be formulated. Nevertheless, the concept 
of the sum over all paths, like the concept of an ordinary integral, is 
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independent of a special definition and valid in spite of the failure of 
such definitions. Thus we shall write the sum over all paths in a less 
restrictive notation as 


b 
Kba= i; eli/™) Sioa] q(t) (2.25) 


which we shall call a path integral. The identifying notation in this 
expression is the script D. Only rarely shall we return to the form given 
in Eq. (2.22). 


Problem 2-6 The class of functionals for which path integrals can 
be defined is surprisingly varied. So far we have considered functionals 
such as that given in Eq. (2.15). Here we shall consider quite a different 
type. This latter type of functional arises in a one-dimensional relativis- 
tic problem. Suppose a particle moving in one dimension can go only 
forward or backward at the velocity of light. For convenience, we shall 
define the units such that the velocity of light, the mass of the particle, 
and Planck’s constant are all unity. Then in the zt plane all trajectories 
shuttle back and forth with slopes of +45°, as in Fig. 2-4. The amplitude 
for such a path can be defined as follows: Suppose time is divided into 
small equal steps of length «. Suppose reversals of path direction can 
occur only at the boundaries of these steps, i.e., at t = tg + ne, where 
nm is an integer. For this relativistic problem the amplitude to go along 
such a path is different from the amplitude defined in Eq. (2.15). The 
correct definition for the present case is 


ob = (ie)* (2.26) 


where RF is the number of reversals, or corners, along the path. 


Fig. 2-4 The path of a relativistic parti- 
cle traveling in one dimension is a zigzag of 
straight segments. The slope of the segments 
is constant in magnitude and differs only in 
sign from zig to zag. The amplitude for a 
particular path, as well as the kernel to go 
from a to b, depends on the number of cor- 
ners R along a path, as shown by Eggs. (2.26) 


P and (2.27). 
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As a problem, the reader may use this definition to calculate the 
kernel K(b,a) by adding together the contribution for the paths of one 
corner, two corners, etc. Thus determine 


K(b,a) = )~ N(R)(ie)® (2.27) 
R 


where N(R) is the number of paths possible with R corners. It is best to 
calculate four separate K’s, namely, the amplitude K++ (b, a) of starting 
at the point a with a positive velocity and coming into the point b with a 
positive velocity, the amplitude K,_(b, a) of starting at the point a with 
a negative velocity and coming into the point b with a positive velocity, 
and the amplitudes K_4(b, a) and K__(b,a) defined in a similar fashion. 

Next suppose the unit of time is defined as h/mc?. If the time 
interval is very long [t» — tg >> h/mc?] and the average velocity is small 
[t»-®a < c(ty—ta)], show that the resulting kernel is approximately the 
same as that for a nonrelativistic free particle (given in Eq. 3.3), except 
for a factor exp{—(i/h)mc?(tp — ta)}. The definition given here for the 
amplitude, and the resulting kernel, is correct for a relativistic theory of 
a free particle moving in one dimension. The result is equivalent to the 
Dirac equation for that case. 


EVENTS OCCURRING IN SUCCESSION 


The Rule for Two Events. In this section we shall derive an 
important law for the composition of amplitudes for events which occur 
successively in time. Suppose t, is some time between t, and ty. Then 
the action along any path between a and b can be written as 


Sb, a] = S[b, c] + S[e, a] (2.28) 


This follows from the definition of the action as an integral in time and 
also from the fact that DL does not depend on derivatives higher than 
the velocity. (Otherwise, we would have to specify values of velocity and 
perhaps higher derivatives at point c.) Using Eq. (2.25) to define the 
kernel, we can write 


b 
Kea / eli/)SIbre)+(/®)Sle.a] (4) (2.29) 
a 
It is possible to split any path into two parts. The first part would 


have the end points zz and x, = z(t,), and the second part would have 
the end points x, and xp, as shown in Fig. 2.5. It is possible to integrate 
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Fig. 2-5 One way the sum over all paths 
can be taken is by first summing over paths 
which go through the point at x, and time t,. 
and later summing over the points z,. The 
amplitude on each path that goes from a to 
b via c is a product of two factors: (1) an 
amplitude to go from a to c and (2) an am- 
plitude to go from c to b. This is therefore 
valid also for the sum over all paths through 
c: the total amplitude to go from a to b via c 
is K(b,c)K(c,a). Thus summing over the al- 
ternatives (values of x-), we get for the total 
amplitude to go from a to b, Eq. (2.31). 


over all paths from a to c, then over all paths from c to b, and finally 
integrate the result over all possible values of x,. In performing the first 
step of this integration S[b, c] is constant. Thus the result can be written 
as 


lore) b 
K(b, a) = i : e(/F) Sle] Fe (ea) Dax(t) dae (2.30) 


where integrations must now be carried out not only over paths between 
cand b but also over the variable end point z,. In the next step we carry 
out the integration over all paths between some point with an arbitrary 
Z_ and the point b. All that is left is an integral over all possible values 
of z,. Thus 


Keays i, * ROOK Gay des (2.31) 


Perhaps the argument is clearer starting from Eq. (2.22). Select one 
of the discrete times as t.. Thus let t. = t, and x, = xx. First carry out 
all the integrations over those z; such that 7 < k. This will introduce 
the factor in the integral K(c,a). Next carry out the integrals over all 
those x; such that 1 > k. This introduces the factor K (b,c). All that is 
left is an integral over z,. The result can be written as Eq. (2.31). 

This result can be summarized in the following way. All alternative 
paths from a to b can be labeled by specifying the position x, through 
which they pass at time t,. Then the kernel for a particle going from a 
to b can be computed from the rules: 


1. The kernel to go from a to b is the sum, over all possible 
values of x-, of amplitudes for the particle to go from a 
to c and then to 0. 
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2. The amplitude to go from a to c and then to b is the kernel 
to go from a to c times the kernel to go from c to b. 


Thus we have the rule: Amplitudes for events occurring in succession 
in time multiply. 


Extension to Several Events. There are many applications for 
the important rule, and several will be developed in succeeding chapters. 
Here we shall show the application wherein we follow an alternative route 
in deriving the equation for the kernel, Eq. (2.22). 

It is perfectly possible to make two divisions in all the paths: one at 
t. and the other at, say, tg. Then the kernel for a particle going from a 
to b can be written 


Koa\= if : [ ” ROORG Oka avarads. (2.32) 


This means that we look at a particle which goes from a to 0 as if it 
went first from a to d, then from d to c, and finally from c to b. The 
amplitude to follow such a path is the product of the kernels for each 
part of the path. The kernel taken over all such paths that go from a to 
b is obtained by integrating this product over all possible values of xg 
and 2_. 

We can continue this process until we have the time scale divided 
into N intervals. The result is 


K(b, a) =f | K(b,N -1)K(N —1,N-2).-- 
ZN-1 T2471 
x K(i+1,1)---K(1,a) dx; dzg---drn-1 (2.33) 


This means that we can define the kernel in a manner different from that 
given in Eq. (2.22). In this alternative definition the kernel for a particle 
to go between two points separated by an infinitesimal time interval € is 


KG +14) = jew { pel (HH See Beek) (2.34) 


which is correct to first order in e. Then by the rules for multiplying the 
amplitudes of events which occur successively in time, we have 


N-1 


$[2(t)] = lim I K(i+1,4) (2.35) 


for the amplitude of a complete path. Then, using the rule that am- 
plitudes for alternative paths add, we arrive at a definition for K(b,a). 
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It can be seen that the resulting expression is actually the same as 
Eq. (2.22). 


ee REMARKS 


In the relativistic theory of the electron we shall not find it possible 
to express the amplitude for a path as e*5/", or in any other simple 
way. However, the laws for combining amplitudes still work (with some 
small modifications). The amplitude for a trajectory still exists. As a 
matter of fact, it is still given by Eq. (2.35). The only difference is that 
K(i+ 1,7) is not so easily expressed in a relativistic theory as it is in 
Eq. (2.34). The complications arise from the necessity to consider spin 
and the possibility of the production of pairs of electrons and positrons. 

In nonrelativistic systems with a larger number of variables, and 
even in the quantum theory of electromagnetic field, not only do the 
laws for combining amplitudes still hold but the amplitude itself follows 
the rules set down in this chapter. That is, each motion of a variable 
has an amplitude whose phase is 1/f times the action associated with 
the motion. 

We shall take up these more complicated examples in later chapters. 


Developing the Concepts 
with Special Examples 


IN this chapter we shall develop the kernels governing some special types 
of motion. We shall explore the physical meaning of the mathematical 
results in order to develop some physical intuition about motion under 
quantum-mechanical laws. The wave function will be introduced and its 
relation to the kernel will be described. This represents the first step 
in connecting the present approach to quantum mechanics with more 
traditional approaches. 

We shall also introduce some special mathematical methods for com- 
puting the sum over all paths. The idea of a sum over all paths was de- 
scribed in Chap. 2 with the help of a particular computational method. 
Although that method may clarify the concept, it is an awkward tool 
with which to work. The simpler methods introduced in this chapter 
will be of great use in our future work. 

Thus the present chapter has three purposes: deepening our under- 
standing of quantum-mechanical principles, beginning the connection 
between our present approach and other approaches, and introducing 
some useful mathematical methods. 


THE FREE PARTICLE 


The Path Integral. The method used in Chap. 2 to describe a sum 
over all paths will be used here to compute the kernel for a free particle. 
The lagrangian for a free particle is 


L=—# (3.1) 


Thus with the help of Eqs. (2.21) to (2.23) the kernel for a free particle 
(distinguished by the subscript 0) is 
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This represents a set of gaussian integrals, i.e., integrals of the form 
i e- 2" de or f eae" +bz dr Since the integral of a gaussian is again a 
gaussian, we may carry out the integrations on one variable after the 
other. After the integrations are completed, the limit may be taken. 
The result is 


Kd= (sagem) 9 Hee=er | = 
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The calculation is carried out as follows. Notice first that 


e2 a ia exp {lee — 21)? + (a1 - v0)"I} dz, = 


[o.e) 
m \t/2 im ‘ 
ee ——— (Zp — A 
ce. 32) exp | = 7g (2 0) \ eo 
Next we multiply this result by 
m \1/2 im 
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and integrate again, this time over Z2. The result is similar to that of 
Eq. (3.4), except that (x2 — 29)” becomes (x3 — Zo)? and the expression 
2e€ is replaced by 3¢€ in two places. Thus we get 


Ghia) ef cian 
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In this way a recursion process is established which, after n — 1 steps, 
gives 


m 1/2 im 9 
Carn, exp | sprnc(tn — 20)? 


Since ne = ty, — to, it is easy to see that the result after N — 1 steps is 
identical with Eq. (3.3). 

There is an alternative procedure. Equation (3.4) can be used to 
integrate over all variables x; for which 7 is odd (assuming N is even). 
The result is an expression formally like Eq. (3.2), but with half as many 
variables of integration. The remaining variables are defined at points 
in time spaced a distance 2€ apart. Hence, at least in the case that N 
is of the form 2*, Eq. (3.3) results from k steps of this kind. 


Problem 3-1 The probability that a particle arrives at the point b 
is by definition proportional to the absolute square of the kernel K(b, a). 
For the free-particle kernel of Eq. (3.3) this is 


m™m 
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dx (3.6) 
Clearly this is a relative probability, since the integral over the complete 
range of x diverges. What does the particular normalization mean? 
Show that this corresponds to a classical picture in which a particle 
starts from the point a with all momenta equally likely. Show that the 
corresponding relative probability that the momentum of the particle 
lies in the range dp is dp/27h. 
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Re{ViKo} 


Fig. 3-1 The real part of Vi times amplitude to arrive at various distances x from the 
origin after a given time t. The imaginary part (not shown) is an analogous wave 90° 
out of phase, so that the absolute square of the amplitude is constant. The wavelength 
is short at large x, namely, where a classical particle could arrive only if it moved with 
high velocity. Generally, the wavelength and classical momentum are inversely related 
(see Eq. 3.10). 


Momentum and Energy. We now study some of the implications 
of the free-particle kernel. For convenience let the point a represent the 
origin in both time and space. The amplitude to go to some other point 
b=( gO) is 


m \1/2 ima? 
Ko(2,t)0,0) = (="—) © exp ae} (3.7) 


If time is fixed, the amplitude varies with distance as shown in Fig. 3-1, 
in which the real part of ViKo(z,t,;0, 0) is plotted. 

We see that as we get farther from the origin the oscillations become 
more and more rapid. If z is so large that many oscillations have oc- 
curred, then the distance between successive nodes is nearly constant, 
at least for the next few oscillations. That is, the amplitude behaves 
much like a sine wave of slowly varying wavelength A. Changing x by A 
must increase the phase of the amplitude by 27. That is, 


ee m(z+)? ma? _ mer ‘. mr? 
ae: 2ht = ft ~— ht 


Neglecting the quantity \? relative to x (that is, assuming x > A), we 
find 


(3.8) 


= (3.9) 
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From a classical point of view a particle which moves from the origin 
to xz in the time interval t has a velocity z/t and a momentum mz/t. 
From the quantum-mechanical point of view, when the motion can be 
adequately described by assigning a classical momentum to the particle 
of p= mz/t, then the amplitude varies in space with the wavelength 
ee (3.10) 

p 

We may show this relation still more generally. Suppose we have 
some large piece of apparatus, such as a magnetic analyzer, which is 
supposed to bring particles of a given momentum p to a given point. We 
shall show that, whenever the apparatus is large enough that classical 
physics offers a good approximation, then the amplitude for a particle to 
arrive at the prescribed point varies rapidly in space with a wavelength 
equal to h/p. For as we have seen, in such a situation, the kernel is 
approximated by 


eee { Sat a) (3.11) 


Changes in the position of the final point x» cause variations in the 
classical action. If this action is large compared to h (the semiclassical 
approximation), the kernel will oscillate very rapidly with changes in Zp. 
The change in phase per unit displacement of the end point is 


= 108¢ 
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but 0S,;/O0xp is the classical momentum of the particle when it arrives 
at the point zz (see Prob. 2-4). Thus p = hk. This quantity k, the phase 
change per unit distance of a wave, is called the wave number, and it is 
very convenient to use. Since the wavelength is the distance over which 
the phase changes by 27, then k = 27/A. Equation (3.12) is de Broglie’s 
formula relating the momentum to the wave number of a wave, p = Ak. 

Next, let us study the time dependence of the free-particle kernel 
given by Eq. (3.7). Suppose we hold the distance fixed and vary the 
time. The variation of the real part of i times the kernel is shown in 
Fig. 3-2. Both frequency and amplitude change with t. 


(3.12) 
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Re{ViKo} 


Fig. 3-2 The amplitude 

to find the particle at 

a given point varies with 

time. The real part of 

Viko is plotted here. The 

frequency of the oscilla- 

t tions is proportional to the 

energy that a classical par- 

ticle would have to have to 

arrive at the point in ques- 

tion within the time inter- 
; val t. 


Suppose t is very large and neglect the change in amplitude with 
variations of t. The period of oscillation T is defined as the time required 
to decrease the phase by 27. Thus 

mix? WADE one T 
‘Qht = =QA(t+T) Wt? (<a) 
By introducing the angular frequency w = 27/T, and assuming t > T, 
we can write this equation as 

m (xz? 
WR oe (=) (3.14) 
Since (m/2)(z/t)? is the classical energy of a free particle, this equation 
says 
Energy = hw (3.15) 


This relation, like the one relating momentum and wavelength, holds 
for any apparatus which can be adequately described by classical physics; 
and, like the previous relation, it can be obtained from a more general 
argument. 

Referring to Eq. (3.11), any variation of the time t, of an end point 
will cause a rapid oscillation of the kernel. The resulting frequency is 

108 q 

i Oty (3.16) 
The quantity —0.5../Ot, is interpreted classically as the energy EF (refer 
to Prob. 2-5). Thus 


2c = (3.13) 
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In this way the concepts of momentum and energy are extended to 
quantum mechanics by the following rules: 


1. If the amplitude varies in space as e***, we say that the 
particle has momentum hk. 

2. If the amplitude varies in time as e 
particle has energy hw. 


—wt 


, we say that the 


We have just shown that these rules agree with the usual definitions of 
energy and momentum in the classical limit. 


Problem 3-2 Show by substitution that the free-particle kernel 
Ko(b,a) satisfies the differential equation 


OKo(b,a)___ i fh” 6? Ko(b, a) 
2m Oa; 


ah ; (3.18) 


whenever ty is greater than ta. 


DIFFRACTION THROUGH A SLIT® 


The Conceptual Experiment. We can learn more about the phys- 
ical interpretation of quantum mechanics and its relation to classical me- 
chanics by considering another, somewhat more complicated, example. 
Suppose a free particle is liberated at t = 0 from the origin and then, at 
an interval of time T later, we observe that it is at a certain point X. 
Classically, we would say that the particle has had a velocity V = X/T. 
The implication would be that if a particle were left alone to continue 
for another interval of time t’, it would move an additional distance 
xz’ = Vt’. To analyze this quantum-mechanically, we shall attempt to 
solve the following problem: 

At t = 0 the particle starts from the origin x = 0. After an interval T 
we shall suppose that it is known that the particle is within the distance 
+b of X. We ask: After an additional interval t’, what is the probability 
of finding the particle at an additional displacement zx’ from the position 
X? The net amplitude to arrive at this position x’ at the time T + t’ 
can be considered as the sum of contributions from every trajectory that 
goes from the origin to the final point, provided that that trajectory lies 
in the interval +b from X at the time T’. 

We shall calculate this in a moment, but first it is worth remarking 
on what kind of an experiment we are contemplating here. How can 
we know that the particle passes the point X within the interval +0? 
One way would be to make an observation of the particle at the time 
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Fig. 3-3 A particle starting at c = 0 when t = 0 is determined to pass between X — b 
and X +b at t = T. We wish to calculate the probability of finding the particle at 
some point xz at a time t’ seconds later, i.e., when t = T. +t’. According to classical 
laws, the particle would have to be between (X — b)(1+4+ t’/T) and (X + 6)(1+ t’/T), 
that is, between the rectilinear extensions of the original slit. However, quantum- 
mechanical laws show that such particles have nonzero probability of appearing outside 
these classical limits. 

We cannot approach this problem by a single application of the free-particle law of 
motion, since the particle is actually constrained by the slit. So we break the problem 
up into two successive free-particle motions. The first takes the particle from x = 0 
att =0tor = X+y at t = T, where |y| < b. The second takes the particle from 
x=X+yatt=Ttoratt=T+t’. The overall amplitude is an integral of the 
product of these two free-particle kernels, as shown in Eq. (3.19). 


T to see if it is within the interval +b This would be the most natural 
way to proceed, but it is somewhat more difficulty to analyze in detail 
(because of the complicated interaction between the particle and the 
observing mechanism) than another way of doing the experiment. 

Suppose we look, say, with very strong light, everywhere all along the 
x axis except within +b from the point X at the time JT. If we find the 
particle, we discontinue the experiment. We consider only those cases 
in which a thorough investigation of the region, except for the region 
+b, shows no particle is present. That is, all trajectories which pass 
outside the limits +b from X are rejected. The experimental situation 
is diagramed in Fig. 3-3. The amplitude then can be written as 


b 
w(a') = / K(X +2',T+U;X +y,T)K(X + y,T;0, 0) dy (3.19) 
—b 


This expression is written down in accordance with the rule for com- 
bining amplitudes of events occurring in succession in time (Sec. 2-5). 
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The first event is that the particle goes from the origin to the slit. The 
second event is that the particle proceeds from the slit to the point 2’ 
further on. The slit has a finite width, and passage through each ele- 
mental interval of the slit represents and alternative way of proceeding 
along the complete path. Thus we must integrate over the width of the 
slit. All particles which miss the slit are captured and removed from 
the experiment. Amplitudes for such particles are not included. All the 
particles which get through the slit move as free particles with kernels 
given by Eq. (3.3). Thus the amplitude is 


vy fem 3 im(a' — y)? 
we)= | (sa) exp { ht! 
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This integral can be expressed in terms of Fresnel integrals. Such 
a representation contains the physical results we are after, but in an 
obscure way owing to the mathematical complexity of the Fresnel in- 
tegral form. Rather than confuse the physical results by mathematical 
complexity, we shall set up a different, but analogous, expression which 
leads to a simpler mathematical form. 


The Gaussian Slit. Suppose we introduce a function G(y) as a 
factor in the integrand. If this function is defined as 


_ fh for —-bsy <6 
ow) = {5 for |y| > b 


the limits of integration can be extended to infinity without any change 
in the result. Then 


(3.21) 


Instead of this, suppose we define G(y) to be a gaussian function, 
thus: 
Gy) = eo /% (3.22) 


This function has the shape shown in Fig. 3-4. The effective width of 
such a curve is related to the parameter b. For this particular function, 
approximately two-thirds of the area under the curve lies between —b 
and +0. 
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G(y) 


Fig. 3-4 The form of the gaussian func- 
2 

tion G(y) = e~”/2°. The curve has 

the same shape as the normal distribu- 


tion with a standard deviation b. 


We do not know how to design metal parts for our imaginary ex- 
periment which will produce such a gaussian slit. However, there is no 
conceptual difficulty. We now have a situation in which the particles at 
time T' are distributed along the z axis with a relative amplitude pro- 
portional to the function G(y). (The relative probability is proportional 
to [G(y)]?.) If the particles move classically, we would expect, after a 
succeeding interval of time t’, to find them similarly distributed along 
the x axis with a new center a distance z{ beyond X and an increased 
width parameter b, given by 


t! t! 
i -X= - 2 2 
m=Xe by (145) (3.23) 


as shown in Fig. 3-5. 
With such a gaussian slit the equation for the amplitude is 
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This integral is of the form 


a exp{ay? + By} dy = exp {-<} for Re{a} <0 (3.25) 


which is integrated by completing the square in the exponent. Thus the 
amplitude becomes 
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The classical velocity to get from the origin to the center of the slit 
is V = X/T. When we use this as a substitution and rearrange some of 
the terms, the expression for the amplitude becomes 


pays ee ae ~ (3.27) 
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We shall consider first the relative probability for the particle to ar- 
rive at various points along the z axis. This probability is proportional 
to the absolute square of the amplitude. The absolute value of an expo- 
nent with an imaginary argument is 1. So, by rationalizing the second 
factor and the denominator in the last exponent of Eq. (3.27), we obtain 


yn md (2/ —Vt')? 
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where we have used the substitution 
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Fig. 3-5 The paths of particles moving through a gaussian slit. If the particles obeyed 
classical laws of motion, as shown here, then the distribution at time T+ t’ would have 
the same form as the distribution at time T. The difference would be only a spreading 
out proportional to the time of flight. The characteristic width of the distribution would 
increase from 2b to 2b1, where 6; = 0(1 4+ t’/T). For quantum-mechanical motion, the 
actual spreading is greater than this. 
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As we expected, the distribution is a gaussian centered about the 
point 2, = Vt’ of Eq. (3.23). However, the spread of the distribution, 
Az, is larger than the classical expected value b, of Eq. (3.23). This 
can be interpreted in the following manner. Suppose a; and ag are two 
independent random variables whose root-mean-square deviations about 
their average values are respectively a; and ag. Then if a3 = a; + ao, 
the rms deviation of a3 about its average value is a3 = (a? + a3)!/?, 
Now, the rms deviation in a particular distribution is a measure of the 
spread, or width, of the distribution. As a matter of fact, for the gaussian 
distribution e~*/*” the rms value is b. 

Thus in the present case we find that the quantum-mechanical system 
acts as if it had an extra random variable x2 whose rms deviation is 


DLS = = (3.30) 
It is this extra deviation Az, or spreading, rather than the apparent 
extra variable 22, which has physical significance. That this term is 
quantum-mechanical in nature is clear from the inclusion of the constant 
h. Such a term is important for particles of small mass and for narrow 
slits. 

Thus quantum mechanics tells us that for small particles, passage 
through a narrow slit makes the future position uncertain. This un- 
certainty Az is proportional to the time interval t’ between passage 
through the slit and the next observation of position. If we introduce 
the classical notion of velocity, we can say that passage through a slit 
causes a velocity uncertainty whose size is 


h 
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(3.31) 


We could take the width parameter 26 of the slit as a measure of the 
uncertainty of the position of the particle at the time it passed through 
the slit. If we call this uncertainty dz and write the product mv as the 
momentum p, then Eq. (3.31) becomes 


dp dz = 2h (3.32) 


Once more we have arrived at a statement of the uncertainty prin- 
ciple. It tells us that, although classically the velocity might be known, 
the future position has an additional uncertainty as though a random 
momentum had been generated by passing through a slit of width 6z. If 
classical concepts are used to describe the results of quantum mechan- 
ics qualitatively, then we would say that knowledge of position creates 
uncertainty in momentum. 
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What about the factors that appear in front of the exponent in 
Eq. (3.28)? If we integrate this expression over the complete range of x 
from —oo to +00, the result is 

m 

P(any 2) = aapov™ (3.33) 
This must be the probability that the particle gets through the slit, since 
the integration includes those particles and only those particles which 
did get through. But we have another way of obtaining this result. 
Suppose we take the absolute square of the kernel K(X + y,T;0,0), 
which comprises the second half of the integrand in Eq. (3.20). This 
is just the probability per unit distance that the particle arrives at the 
point X + y in the slit. That is, 


P(X +y) dy = dy (3.34) 


m 
QnhT 
This probability is independent of the position along the slit. Thus, 
if we were to multiply it by the width of the slit, we would obtain the 
total probability for the particle to arrive at the slit. This implies that 
the effective width of our gaussian slit is ,/7 b. Had we used the original 
sharp-edged slit, we would have found the effective width to be 20. 


Problem 3-3 By squaring the amplitude given in Eq. (3.20) and 
then integrating over x, show that the probability of passage through 
the original sharp-edged slit is 


P(going through) = 2b (3.35) 


m 
2nAT 
In the course of this problem the integral 


C2 . 
/ 9 dx (3.36) 
—0oo 
will appear. This is the integral representation of the Dirac delta func- 
tion of a.t 

Thus the quantum-mechanical results agree with the idea that the 
probability that a particle goes through a slit is equal to the probability 
that the particle arrives at the slit. 


Momentum and Energy. Next we shall verify again that, when 
the momentum is definite, the amplitude varies as e“**. We return to a 
detailed study of the amplitude given in Eq. (3.27). This time we shall 
try to arrange conditions in our experiment so that the particle velocity 
after passing through the slit is known as accurately as possible. 


tSee Eq. (A.9) in the table of integrals in the Appendix and L.I. Schiff, “Quantum 
Mechanics,” 2nd ed., pp. 50-52, McGraw-Hill Book Company, New York, 1955. 
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Quite apart from any quantum-mechanical considerations, there is a 
classical uncertainty of b/T in the velocity. For any given slit width we 
can make this uncertainty negligible by choosing T' very large. We can 
also make X extremely large so that the average velocity X/T = V does 
not go to 0. Considering V and ?’ as constants, the expression for the 
amplitude in the limit of large T is 


; h —1/2 
~ vu 
w(x ) ~ const € at 7 (3.37) 


ima’ = (m?/2h7t'?) (2! — Vt’)? 
x exp 4 —— + 
2h im/ht! — 1/b2 
Next we arrange that the quantum-mechanical uncertainty in mo- 


mentum fi/b is very small. That is, we take b very large, so we can 
neglect 1/b?. Then the amplitude can be written 


imV ,  imV? } 


ae~ t 3.38 
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This is an important result. It says that, if we have arranged things 
so that the momentum of a particle is known to be p, then the amplitude 


for the particle to arrive at the point x at the time ¢ is 


w(x) & const exp { poe _ 7) (3.39) 


We notice that this is a wave of definite wave number k = p/h. Further- 
more, it has a definite frequency w = p*/2mh. This means we can say 
that a free particle of momentum p has a definite quantum-mechanical 
energy (defined as hf times frequency) which is p?/2m just as in classical 
mechanics. 

The probability of arriving at any particular x, which is proportional 
to the square of the amplitude, is in this case independent of z. Thus 
exact knowledge of velocity means no knowledge of position. In arrang- 
ing the experiment to give an accurately known velocity we have lost 
our chances for an accurate prediction of position. We have already 
seen that the reverse is true. The existence of the quantum-mechanical 
spread, inversely proportional to the slit width 2b, implies that an exact 
knowledge of position precludes any knowledge of velocity. So, if you 
know where it is, you cannot say how fast it is going; and, if you know 
how fast it is going, you cannot say where it is. This again illustrates 
the uncertainty principle. 
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RESULTS FOR A SHARP-EDGED SLIT 


Leaving the limiting case, suppose we return to a situation in which the 
slit width and quantum-mechanical spread are comparable in size and 
the times and distances of travel are not extremely large. We have seen 
that a gaussian slit leads to a gaussian distribution. If we use that more 
realistic sharp-edged version and work out the resulting Fresnel integrals, 
the probability distribution at the time t’ after passing through the slit 


0.8 © 


Fig. 3-6 The distribution of particles that have passed through sharp-edged 
slits of various widths. These distributions are symmetric about the mean 
position V(T +t’) so only the right-hand halves are shown. The classically- 
predicted width b, = b(1+ t’/T) is indicated by a dashed vertical line. The 
three distributions differ in the ratio of the classical width b, to the quantum- 
mechanical spreading Axe: For curve (a), b1/Av2 = 15; for curve (6), 
b;/Az2 = 1; and for curve (c), b1/Az2 = 1/15. In each case, the distri- 
bution spreads beyond the classical width. The rms width of the distribution 
is approximately equal to [(b1)? + (Ag2)?]*/?. 
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This distribution is expressed° by 


Plo!) = pa (5le(uy) — Clu)? + (Stu) ~ S(u)}?) (840) 
where 
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and C(u) and S(u) are the real and imaginary parts of the Fresnel 
integral. The first factor in this probability distribution is identical to 
the probability distribution of a free particle given in Eq. (3.6). The 
remaining factor contains a combination of real and imaginary Fresnel 
integrals.! It is this factor which is responsible for the variations shown 
in the curves of Fig. 3-6. 

Thus for both slits the general result is the same. The most probable 
place to find the particle is within the classical projection of the slit. 
Beyond this there is the quantum-mechanical spreading. 

We have treated this problem as if it were a combination of two 
separate motions. First the particle goes to the slit, and then it goes 
from the slit to the point of observation. The motion seems almost 
disjointed at the slit. It might be asked then, how does a particle with 
such a disjointed motion “remember” its velocity and head in the general 
direction predicted by classical physics? Or, to put it another way, how 
does making the slit narrower cause as “loss of memory” until, in the 
limit, all velocities are equally likely for the particle? 

To understand this, let us investigate the amplitude to arrive at the 
slit. This is just the free-particle amplitude given by Eq. (3.3), with 
La =0,t, = 0, 2% = X+y, and t = T. As we move across the 
slit (vary y), both real and imaginary parts of the amplitude vary sinu- 
soidally. As we have seen, the wavelength of this variation is connected 
to the momentum (refer to Eq. 3.10). The subsequent motion is a re- 
sult of optical-like interference among these waves. The interference is 
constructive in the general direction predicted by classical physics and, 
in general, destructive in other directions. 

If there are many wavelengths across the slit (i.e., the slit is very 
wide) the resulting interference pattern is quite sharp and the motion 
is approximately classical. But suppose the slit is made so narrow that 
not even one whole wavelength is included. There are no longer any 
oscillations to give an interference, and velocity information is lost. Thus 


1Refer to p. 34 of E. Jahnke and F. Emde, “Tables of Functions,” Dover Publica- 
tions, Inc., New York, 1943. 
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in the limit as the slit width goes to zero all velocities are equally likely 
for the particle. 


THE WAVE FUNCTION 


We have developed the amplitude for a particle to reach a particular 
point in space and time by closely following its motion in getting there. 
However, it is often useful to consider the amplitude to arrive at a par- 
ticular place without any special discussion of previous motion. Then 
we would say W(z,t) is the total amplitude to arrive at (z,t) from the 
past in some (perhaps unspecified) situation. Such an amplitude has the 
same probability characteristics as those we have already studied; i.e., 
the probability of finding the particle at the point z and at the time t 
is |(x, t)|?. We shall call this kind of amplitude a wave function. The 
difference between this and the amplitudes we have studied before is 
just a matter of notation. One often hears the statement: The system 
is in the “state” yw. This is just another way of saying: The system is 
described by the wave function w(z,t). 

Thus the kernel K (2p, to} 2a, ta) = (Zp, ty) is actually a wave func- 
tion. It is the amplitude to get to (xp, t,). The notation K (2p, ty; La, ta) 
gives us more information, in particular, that this is the amplitude for 
a special case in which the particle came from (Zq,t.). Perhaps this 
information is of no interest to the problem, so that there is no point 
in keeping track of it. Then we just use the wave function notation 
W(Zp, to). 

Since the wave function is an amplitude, it satisfies the rules for 
combination of amplitudes for events occurring in succession in time. 
Thus since Eq. (2.31) is true for all points (a, ta), we see that the wave 
function satisfies the integral equation 


(Zp, to) = ' KGa ths tage e Ges te) dz; (3.42) 


This result can be stated in physical terms. The total amplitude 
to arrive at (xp,t,) [that is, ~(Z»,tp)| is the sum, or integral, over all 
possible values of z, of the total amplitude to arrive at the point (Zc, t-) 
[that is, (2c, t-)] multiplied by the amplitude to go from c to b [that 
is, K (2p, tb; Zc, t-)|. This means that the effects of all the past history 
of a particle can be expressed in terms of a single function. If we forget 
everything we knew about a particle except its wave function at a par- 
ticular time, then we can calculate everything that can happen to that 
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particle after that time. All of history’s effect upon the future of the 
universe could be obtained from a single gigantic wave function. 


Problem 3-4 Suppose a free particle has a definite momentum at 
the time t = 0 (that is, the wave function is Ce*?/")*), With the help of 
Eqs. (3.3) and (3.42), show that at some later time the particle has the 
same definite momentum (i.e., the wave function depends on z through 
the function e*(?/*)”) and varies in time as e~(/")(P"/2m)t_ This means 
that the particle has the definite energy p?/2m. 


Problem 8-5 Use the results of Prob. 3-2 and Eq. (3.42) to show 
that the wave function of a free particle satisfies the equation 


OU - Be =| (3.43) 


which is the Schrédinger equation for a free particle. 


GAUSSIAN INTEGRALS 


We are finished with the physical portion of this chapter, and we now 
proceed to mathematical considerations. We shall introduce some addi- 
tional mathematical techniques which will help us to compute the sum 
over paths in certain situations. 

The simplest path integrals are those in which all of the variables 
appear up to the second degree in an exponent. We shall call them 
gaussian integrals. In quantum mechanics this corresponds to a case in 
which the action S' involves the path x(t) up to and including the second 
power. 

To illustrate how the method works in such a case, consider a particle 
whose lagrangian has the form 


L = a(t)z? + b(t)ex + c(t)x? + d(t)t + e(t)x + f(t) (3.44) 


The action is the integral of this function with respect to time between 
two fixed end points. (Actually, in this form the lagrangian is a little 
more general than necessary. The factor « could be removed from those 
terms in which it is linear through an integration by parts, but this fact 
is unimportant for our present purpose.) We wish to determine 


Kea) = ul exp | F i‘ Ce as} Da(t) (3.45) 


the integral over all paths which go from (%q,ta) to (2p, tp). 
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Of course, it is possible to carry out the integral over all paths in the 
way which was first described (in Sec. 2-4) by dividing the region into 
short time elements, and so on. That this will work follows from the fact 
that the integrand is an exponential of a quadratic form in the variables 
z and x. Such integrals can always be carried out. But we shall not 
go through this tedious calculation, since we can determine the most 
important characteristics of the kernel in the following manner. 

Let Z(t) be the classical path between the specified end points. This 
is the path which is an extremum for the action S. In the notation we 
have been using 


Scilb, a] = S[z(t)] (3.46) 
We can represent z(t) in terms of Z(t) and a new function y(t): 
a(t) = alt) yt) (3.47) 


That is to say, instead of defining a point on the path by its distance 
z(t) from an arbitrary coordinate axis, we measure instead the deviation 
y(t) from the classical path, as shown in Fig. 3-7. 


t 


Fig. 3-7 The difference between the classical path z(t) and some possible 
alternative path x(t) is the function y(t). Since the paths must both reach the 
same end points, y(ta) = y(t) = 0. In between these end points y(t) can take 
any form. Since the classical path is completely fixed, any variation in the 
alternative path x(t) is equivalent to the associated variation in the difference 
y(t). Thus, in a path integral, the path differential Dx(t) can be replaced by 
Dy(t), and the path x(t) by Z(t) + y(t). In this form Z(t) is a constant for the 
integration over paths. Furthermore, the new path variable y(t) is restricted 
to take the value 0 at both end points. This substitution leads to a path 
integral independent of end-point positions. 
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At each t the variables x and y differ by the constant z. (Of course, 
this is a different constant for each value of t.) Therefore, clearly, dx; = 
dy; for each specific point ¢t; in the subdivision of time. In general, we 
may say Da(t) = Dy(t). 

The integral for the action can be written 


S{x(t)] = S[a(t) + y)) = | [a(t)(@’ + 22y + 9?) +-- Jat (3.48) 
ta 

If all the terms which do not involve y are collected, the resulting integral 
is just S[Z(t)] = S.. If all the terms which contain y as a linear factor 
are collected, the resulting integral vanishes. This could be proved by 
actually carrying out the integration (some integration by parts would 
be involved); however, such a calculation is unnecessary, since we already 
know the result is true. The function Z(t) is determined by this very 
requirement. That is, Z(t) is so chosen that there is no change in S, to 
first order, for variations of the path around Z(t). All that remains are 
the second-order terms in y. These can be easily picked out, so that we 
can write 


S[c(¢)] = Salb, a) + : "[a(t)y? + b(t)gy + e(t)y?] at (3.49) 


The integral over paths does not depend upon the classical path, so 
the kernel can be written 


(0) . 
K _ 2 (i/h)Sei[b,a] it oe 
(b,a) =e : exp ) 5 


” [a(e)g? + b(é)iy + elt)y?I at} Dy(t 


(3.50) 


ta 


Since all paths y(t) start from and return to the point y = 0, the 
integral over paths can be a function only of times at the end points. 
This means that the kernel can be written as 


K(b,a) = e/A)Seloal P(t, +t.) (3.51) 


so K is determined except for a function of ty and tg. In particular, the 
kernel’s dependence upon the spatial variables z, and Z, is completely 
worked out. It should be noted that the dependence of the kernel upon 
the coefficients of the linear terms d(t) and e(t) and the remaining coef- 
ficient f(t) is also completely worked out. 

This seems to be characteristic of various methods of doing path in- 
tegrals; a great deal can be worked out by some general methods, but 
often a multiplying factor is not fully determined. It must be deter- 
mined by some other known property of the solution, as, for example, 
by Eq. (2.31). 
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It is interesting to note that the approximate expression K ~ e#Se/ 
is exact for the case that S is a quadratic form. 


Problem 8-6 Since the free-particle lagrangian is quadratic, show 
that (Prob. 2-1) 


and give an argument to show that F can depend only on the difference 
F(t, "am te). 


Problem 8-7 Further information about this function F' can be 
obtained from the property expressed by Eq. (2.31). First notice that 
the results of Prob. 3-6 imply that F(t, — t,) can be written as F(t), 
where t is the time interval t, ta. By using this form for F' in Eq. (3.52) 
and substituting into Eq. (2.31), express F(t +s) in terms of F(t) and 
F(s), where t = t) —t, and s = t, — tg. Show that if F is written as 


K(b, a) = F(to, ta) exp pa! (3.52) 


F() = (sm) F0 (3.53) 
the new function f(t) must satisfy 

ft+s) = f(@t)f(s) (3.54) 
This means that f(t) must be of the form 

f@ =e" (3.55) 


where a may be complex, that is, a= a+iG. It is difficult to obtain 
more information about the function f(t) from the principles we have 
so far laid down. However, the special choice of the normalizing factor 
A defined in Eq. (2.21) implies that f(e) = 1 to first order in «. This 
corresponds to setting a in Eq. (3.55) equal to 0. The resulting value of 
F(t) is in agreement with Eq. (3.3). 


It is clear from this example how the important properties of path 
integrals may be easily obtained even though the integrand may be a 
complicated function. So long as the integrand is an exponential function 
which contains the path variables only up to the second order, a solution 
that will be complete except possibly for some simple multiplying factors 
can be obtained. This is true regardless of the number of variables. 
Thus, for example, a path integral of the form 


l d rb 
/ o / : exp{E[z(t),y(t),...,2(t)]} Da(t) Dy(t)---Dz(t) (3.56) 
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contains as its important factor e®:! where FE, is the extremum of F 


subject to the boundary conditions. The only restriction is that in terms 
of the variables z, y, and so on, F is a function of the second degree. 
The remaining factor is a function of the times at the end points of 
the paths. For most of the path integrals which we shall study, the 
important information is contained in the exponential term rather then 
in the latter factor. In fact in most cases we shall not even find it 
necessary to evaluate this latter factor. This method of solving path 
integrals will be used frequently in the succeeding chapters. 


MOTION IN A POTENTIAL FIELD 


One simple application comes in the classical limiting case in which the 
action S$ is very large compared to Planck’s constant h. As we have 
already pointed out for this situation, the kernel K is approximately 
proportional to e*</". We can now see more mathematically the basis 
of this approximation. Only those paths quite near to the classical 
path Z(t) are important, so suppose we make the substitution z(t) = 
z(t) + y(t). Now if the particle is moving through the potential V(z), 
we can write 


V(z) =V(Et+y) =V(z) + yV"(%) + ae) + Lyme) +--+ (3.57) 


where the prime indicates differentiation with respect to x and all deriva- 
tives are evaluated along the classical path Z. Only small values of y are 
important, so suppose V is a sufficiently smooth function that we can 
neglect terms of order y* and higher. Thif means that we assume that 
y°V" and all higher-order terms are negligible compared to the terms 
kept. 

Under this assumption the integrand can be expressed as a quadratic 
form in y. In fact, since Z makes S' extreme, 


S = Sq + terms second order in y. 


The important term in the result is e*Sect/h where now, of course, S.) 


contains the potential V(Z) along the classical path. The remaining 
integral over y goes from 0 to 0 and is of the form of the last factor in 
Eq. (3.50). It provides a smooth function as a factor to e*%e/", 
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The result is true in situations other than the classical limiting case. 
For example, suppose V(x) is a quadratic function of x. Then the solu- 
tion is exact, since the expansion of V(z) as in Eq. (3.57) contains no 
powers higher than the second. Some examples of this type are given 
in the problems. As another example, suppose V(z) is a slowly varying 
function. In particular, if the third and higher derivatives are extremely 
small, the result given above is a very accurate approximation. This 
particular case is called the WKB approximation in quantum mechan- 
ics. 

There are other situations in which the approximation is good. Sup- 
pose the total time interval for the motion is very short. If a particle 
moves along a path differing greatly from the classical path, it must have 
a very large extra velocity (to go out from the initial point and then re- 
turn to the final point in the allotted time interval). The extra kinetic 
energy is proportional to the square of this large velocity, and the action 
contains a term roughly proportional to the kinetic energy multiplied 
by the time interval (thus, the square of the velocity multiplied by the 
time interval). The action for such paths will be very large, and the 
phase of the amplitude will vary greatly for closely neighboring paths. 
In this case again it is reasonable to drop the higher-order terms in the 
expansion of V(z). 


Problem 8-8 For a harmonic oscillator the lagrangian is 


Sp ape (3.58) 
Show that the resulting kernel is (see Prob. 2-2) 
7mw 
K = F(T) exp { ple + #7) coswT — 2esta} (3.59) 


where T = ty — ta. Note that the multiplicative function F(T) has not 
been explicitly worked out. It can be obtained by other means, and for 
the harmonic oscillator® it is (see Sec. 3-11) 


F(T) = ( 


es aa (3.60) 


QrihsinwT 
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Problem 8-9 Find the kernel for a particle in a constant external 
field f where the lagrangian is 


Be a + fx (3.61) 


The result is 


es ( m Ne ex {is [a2 —Zq)° a fT(zp+ Za) _ I} 


OrinT a oT D) 24m 


(3.62) 


where J' = ty — tg. 


Problem 3-10° The lagrangian for a particle of charge e and mass 
m in a constant external magnetic field B, in the z direction, is 
eB 


50 (ty — ty) (3.63) 


Show that the resulting kernel is 


K= (ta) (a) exp (a a (3.64) 


+ (sae) lleo — 2)? + Un — vo)"] + (vst — xv) } 


m 
T= > (#? +9? +47) 4 


tan(wT/2 
where T = t, — tg and w = eB/me. 


Problem 3-11 Suppose the harmonic oscillator of Prob. 3-8 is 
driven by an external force f(t). The lagrangian is 


= ye Ms Fa (3.65) 


Show that the resulting kernel is (with T = t, — t,) 


— ( hae aa ebSe/h 


2rth sin wT 
where 
mw x 3 = 
a c + 27) coswI' — 2xrp2q (3.66) 
2a te 
——= t) si t —t,) dt 
+ area f(t) sin w( @) 
22, 


f(t) sinw(t, — t) dt 


Le. [ f(t) f(s) sinw(ty — t) sinw(s — ta) ds dt 
ta 
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This last result is of great importance in many advanced problems. 
It has particular applications in quantum electrodynamics because the 
electromagnetic field can be represented as a set of forced harmonic 
oscillators. 


Problem 3-12 If the wave function for a harmonic oscillator is (at 
t=) 


(x, 0) = exp {-S (2 - a)*} (3.67) 


then, using Eq. (3.42) and the results of Prob. 3-8, show that 


wT | | 
v(z, T) = exp (- +: 2” —2age Ts a? con(wT eT] 


(3.68) 


and find the probability distribution |w|?. 


SYSTEMS WITH MANY VARIABLES! 


Suppose a system has several degrees of freedom. A kernel for such a 
system can be represented by the form of Eq. (2.25), where the symbol 
z(t) now represents several coordinates rather than just one. 

We take as a first example a particle moving in three dimensions. 
The path is defined by giving three functions z(t), y(t), and z(t). The 
action for a free particle, for example, is 


m i “le? + y(t)? + 4(t)?) at 


The kernel to go from some initial point (2a, ya, Za) at time t, to a final 
point (xp, yo, 2%) at time ty is 


TCs Yes 2h; bos Pas Vas asta) = (3.69) 
) 


| ‘ex ‘F | : SeO+P e+?) it} Dz(t) Dy(t) Dz(t) 


The differential is written as Dz(t) Dy(t) Dz(t). If the time is divided 
into intervals €, the position at the time ¢; is given by three variables 
Li, Yi, 2; and the integral over all variables is dz;, dy;, dz; for each 12 


in an expression like Eq. (2.22). (More generally, if we represent the 


1R.P. Feynman, Space-Time Approach to Non-relativistic Quantum Mechanics, 
Rev. Mod. Phys., vol. 20, p. 371, 1948. 
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position by a vector x in some s-dimensional space, the differential at 
each time interval is the volume element d*°x; and the corresponding 
path differential is D®x.) 

If the definition of Eq. (2.22) is used, then the normalizing constant 
A (Eq. 2.21) must be included for each variable in each time interval. 
Thus if the total time interval is broken up into N steps of length e¢, the 
factor A~?% must be included in the integral. 

Another situation involving several variables is that of two interact- 
ing systems. Suppose one system consists of a particle of mass m and 
coordinate x while the other system is a particle of mass M and co- 
ordinate X. Suppose these two systems interact through a potential 
V(z,X). The resulting action is 


ty ; 
S|a(t), X (t)] -{ [Fe sel ae V(,X)| at (3.70) 
ta 
so that the kernel is 


b pb : 
K (ao, Xbtoit0,Xeste) = | | exp { $Sle(t), X0)} Da(t) DX(t) 
(3.71) 


One might understand this generalization of Eq. (2.25) mathemati- 
cally. Thus one might consider the motion of a point in some abstract 
two-dimensional space of coordinates z, X. However, it is much easier to 
think of it physically as representing the motion of two separate particles 
whose coordinates are respectively x and X. Then K is the amplitude 
that the particle of mass m goes from the point in space-time (Zq, ta) 
to (Zp,t») and the particle of mass M goes from (Xq,tqa) to (Xo, tp). 
The kernel is then the sum of an amplitude taken over all possible paths 
of both particles between their respective start and end points. The 
amplitude for any particular pair of paths (i.e., both z(t) and X(t) are 
specified) is e’S/h where S is the action defined in Eq. (3.70). Mathe- 
matically, the amplitude is a function of two independent functions z(t) 
and X(t), and the integral is over both of the variable functions. 


SEPARABLE SYSTEMS 


Suppose we have a situation in which two particles are present, both 
moving in one or perhaps more dimensions. Let the vector x represent 
the coordinates of one particle and the vector X represent the coor- 
dinates of the other, as in the paragraph above, except that now we 
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extend the picture to a three-dimensional space. It may happen that 
the resulting action can be separated into two parts, as 


Six, X] = Sp[x] + Sx [X] (3.72) 


where S,, involves only the paths x(t) and Sx involves only the paths 
X(t). This is the situation when the two particles do not interact. 

In this case the kernel becomes the product of one factor depending 
on x alone and another depending on X alone. Thus 


K(X, Xp, tb; Xa; Xa, ta ) 


- | - exp { | Se [x] + Sx (X I} D°x(t) D°X(t) 
= ih exp | FS x} D*x(t) / exp { £x(X)} Dx (t) 


— Fog (Ke, bas Xo; te) x OSes ths Mas te) (3.73) 


Here K, is the amplitude computed as if only the particle of coordinates 
x were present, and Kx is defined similarly. Thus in a situation involving 
two independent noninteracting systems, the kernel for an event involv- 
ing both systems is the product of two independent kernels. These are 
the kernels for each particle to carry out its individual portion of the 
overall event. 

The wave function in a situation involving several particles is defined 
in a straightforward manner by analogy with the corresponding kernel 
as w(x, X,...,t). It is interpreted as the amplitude that, at time t, one 
particle is at the point x, another particle is at the point X, etc. The 
absolute square of the wave function is the probability that one particle 
is at point x per unit volume, another particle is at the point X per unit 
volume, etc. Equation (3.42), which holds for the one-dimensional case, 
can be immediately extended to read 


= (3.74) 
‘| weed Kyi oy oy f RR uh ex’ CX 


Where d°x’ is the product of as many differentials as there are coordi- 
nates in x’ space. 

In case two independent particles are represented by the sets of co- 
ordinates x and X, then the kernel K is the product of one function of x 
and t and another of X and t, as mentioned above. However, this does 
not imply that, in general, ~ is such a product. In the special case that 
w is at some particular time a product of a function of x and another of 
X (thus ~ = f(x)g(X)), then it will remain so for all time. Each factor 
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will change as it would for the partial system alone, since the kernel K 
represents the independent motion of two particles. But this is a special 
case. Just because the particles are independent now does not mean 
that they always were. There may have been some interaction in the 
past, which would imply that w is not a simple product. 

Even though the action S does not appear as a simple product in the 
original coordinate system, there is often a transformation (such as that 
of center-of-gravity and internal coordinates) which will make it separa- 
ble. Since the same form for the action is used in quantum mechanics as 
in classical physics, any transformation which will separate a classical 
system will also separate the corresponding quantum-mechanical sys- 
tem. Thus a part of the great body of work in classical physics can be 
applied directly to quantum mechanics. Such transformations are very 
important. It is hard to deal with a system consisting of several vari- 
ables. Separation of variables permits us to reduce a complex problem 
to a number of simpler problems. 


THE PATH INTEGRAL AS A FUNCTIONAL 


When a problem contains more than one variable and a separation is 
not possible, the analysis is generally very difficult. Later on we shall 
discuss some approximations which can be applied to this case. Here we 
shall describe one very powerful tool which can sometimes be applied. 
Consider the kernel given by Eq. (3.71). This can be written out in 
detail as 


b pb ° to ° to 
1 m a M . 
K(b,a) = ff ex { i | neat = | — X? dt 
Pe Aidt, 2 RJ, 2 


_ : [ V(a, X,t) it} Da(t)DX(t) (3.75) 


First, suppose we carry out the integral over the paths X(t). The 
result can be written formally as 


Regie i Tes 5 i mi it} T(x(t)] Da(t) (3.76) 


where 
4 


T(2(t)) = / exp {5 i px SR | at} DX(t) (3.77) 


These results are interpreted in the following manner. Integrating 
over all paths available to the X particle produces a functional T. A 
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functional is a number whose value depends on specifying a complete 
function. For example, the area under a curve is a functional of the 
curve: A = [{ f(y) dy. To find it, a function (the curve) must be speci- 
fied. We write a functional as A[f(y)] to indicate that A depends on the 
function f(y). We do not write A(f(y)), for that might be interpreted 
as a function of a function, i.e., that A just depends what value f takes 
at some specified point y. This is not the case. A[f(y)] depends on the 
entire shape of the function f(y). It does not depend on y in any way. 

The functional defined in Eq. (3.77) is the amplitude that the X 
particle alone goes between its end points X, and X», under the influence 
of a potential V. This potential, which depends upon both z and X, 
is computed assuming z is held to be a fixed path as X changes. Thus 
it is the potential for the X particle when the z particle is moving 
along a specific trajectory. Clearly, this amplitude T depends upon the 
trajectory chosen for z(t), so we write it as a functional of z(t). Then 
the total amplitude is obtained by summing over all paths a functional 
consisting of the product of T and the free-particle kernel for x(t). 

Thus the amplitude K, like all others, is a sum over the amplitudes 
of all possible alternatives. Each of these amplitudes is a product of 
two lesser amplitudes. The first of these is the amplitude T that the X 
particle goes between its given end points when z has a specified trajec- 
tory. The second is the amplitude that xz has that specified trajectory. 
The final sum over alternatives becomes the sum over all possible tra- 
jectories of x. It is important to understand this concept clearly, for it 
includes one of the fundamental principles of quantum electrodynamics, 
a subject which will be taken up in a later chapter. 

Of course it is not practical to use this method unless the integral 
T can actually be worked out, either exactly or approximately, for the 
possible values of the trajectory z(t). As we have seen (in Prob. 3-11) 
one exact case it that in which X is a harmonic oscillator. This is a very 
important practical case. For example, when a particle interacts with a 
quantized field, the field is an oscillator. 


INTERACTION OF A PARTICLE AND 
A HARMONIC OSCILLATOR 


We shall consider in more detail the interaction of a particle and a 
harmonic oscillator. Let the coordinate of the particle be x and that of 


70 3 Developing the concepts with special examples 


the oscillator be X. The action can be written as 


te te 
Se = Sila # / g(a(t),t)X (t) dé -+ (x? — 2X) dt (3.78) 
ba ta 
where So is the action of the particle in the absence of the oscillator. In 
the discussion above (Sec. 3-9) we assumed that this action corresponded 
to that for a free particle. This assumption is not necessary. The motion 
of x could be complicated by the existence of a potential depending upon 
x and t only. Thus, for example, the action So might be 


mM .9 


Sa i : [ma? V(x, )] ae (3.79) 


The second term in Eq. (3.78) represents the interaction between the 
particle and the oscillator. Note that this term is linear in X. Omission 
of a dependence upon X does not imply any loss in generality, since 
if such a term were to occur, it could be removed by an integration 
by parts. We can call the coefficient g the coupling coefficient. Its 
dependence upon x(t) is indicated, but it could also depend upon other 
variables, such as £(t). Since the analysis we are presenting is general, 
it is not important to write down the exact form of g. The last term in 
Eq. (3.78) is, of course, the action of the oscillator alone. By combining 
this with the second term, the functional T of Eq. (3.77) can be written 
as 


T(2(t)) = / es (F i ‘ aa,0X i Se? 7 wx?) at} DX(t) 
(3.80) 


Now as far as X is concerned, the situation is just that of a forced 
harmonic oscillator. The forcing function g(x(t),t) is some special func- 
tion of t, say, f(t). Thus the path integral is the same as that considered 
in Prob. 3-11, with f(t) replaced by g(x(t),t) and the final and initial 
coordinate values (rp, 2q) replaced by (Xp, Xa). 

For illustrative purposes, to simplify the expressions somewhat, we 
take the special case in which the oscillator initially and finally is at the 
origin, so X, = X, = 0. (The general case is just as easily handled.) 
Then according to Prob. 3-11 in this case we have 


T = lope | on ‘ae (3.81) 


2rthsinwT AMwsinwT 
to pt 
«| / a(2(t) t)a(e(s),s)sinw(ty ~ t)sinw(s— ta) dodt} 
roe ee 
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Therefore, the kernel for the present situation can be written 


Mw 1/2 
27th sin =z) 


« [ex l So[z] — : 
a RO Musinw? 


: / : / POOR COR CnC nC mee asd } Da(t) 


K(b,a) = ( (3.82) 


with a similar (but more complicated) expression for arbitrary Xq, Xo. 

This is a more complicated path integral than any we have had to 
solve so far. It is not possible to proceed further with the solution until 
various methods of approximation have been developed in succeeding 
chapters. Note that the integrand of this path integral can still be 
thought of as being of the form e*9/”, but now S is no longer a function 
of only z, z, and t. Instead, S contains a product of variables defined at 
two different times, s and t. The separation of past and future can no 
longer be made. This happens because the variable x at some previous 
time affects the oscillator which, at some later time, reacts back to affect 
z. No wave function ~(z,t) can be defined to give the amplitude that 
the particle is at some particular place x at a particular time t. Such 
an amplitude would be insufficient for continuing calculations into the 
future, since at any time one must also know what the oscillator is doing. 


EVALUATION OF PATH INTEGRALS BY FOURIER SERIES 


Consider the path integral for the harmonic oscillator problem (Prob. 
3-8). This is 


Kea [ ae F a mg? - ta?) ar} Da(t) (3.83) 


Using the methods of Sec. 3-5 this path integral can be reduced to a 
product of two functions, as in Prob. 3-8. The more important of these 
two functions depends upon the classical orbit for a harmonic oscillator 
and is given in Eq. (3.59). The remaining function depends upon the 
time interval only and is written down in Eq. (3.60). This latter function 
can be written as 


0 j 7: m 
= [ exp ti / md uty a| Dy(t) (3.84) 
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We shall solve this, at least to within a factor independent of w, by a 
method which illustrates still another way of handling path integrals. 
Since all paths y(t) go from 0 at t=0 to 0 at t = T, such paths can be 
written as a Fourier sine series with a fundamental period of T’.. Thus 


_ t 
t)= S~ansin > (3.85) 
n=1 


It is possible then to specify a path through the coefficients a, instead 
of through the function values y at any particular value of t. This is 
a linear transformation whose jacobian J is a dimensionless constant, 
obviously independent of w, m, and h. 

Of course, it is possible to evaluate this jacobian directly. However, 
here we shall avoid the evaluation of J by collecting all factors which 
are independent of w (including J) into a single constant factor. We can 
always recover the correct factor at the end, since we know the value for 
w = 0, namely F(T) = (m/2nihT)1/? (a free particle). 

The integral for the action can be written in terms of the Fourier 
series of Eq. (3. aoe Thus the kinetic-energy term becomes 


T 
nn mr nit mat 
a ae y 2 dt = LS y pp ontm [ cos TT cos Tt dt 


n=1m=1 
mT ant? 
ape) (3.86) 
n= 
and similarly the potential-energy term is 
mu? ft aT 
m/ ye dt = 5 a? (3.87) 
0 n=1 


On the assumption that the time 7’ is divided into discrete steps of 
length € (asin Eq. 2.19) so that there are only a finite number N of 
coefficients a,, the path integral becomes 


1 foe) foe) (oe) im T N 2 
af [fo 8 (2) | 4} 


da, dag da N 

“A A A 
Since the exponent can be separated into factors, the integral over each 
coefficient a, can be done separately. The result of one such integration 
is 


o ss imT n? 72 ee 2 dan = 2 1/2 n2 12 _Y —1/2 
se 22 \ 7? nf “A eT [2 


(3.89) 


(3.88) 
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Thus the path integral is proportional to 


N 2.9 —1/2 N 2_29\ -1/2 N 9m2\ —1/2 
nT 2 S net w*T 
II ( qr ) = II (S| II (1 ‘ ag (3.90) 


n=1 n= n=1 


The first product does not depend on w and combines with the jacobian 
and other factors we have collected into a single constant. The second 
factor has the limit [(sinwT)/wT]~1!/? as N — oo, that is, as « > 0. 


Thus 
sinwT’ =? 

ae a 

r)=c (S22) 


where C’ is independent of w. But for w = 0 our integral is that for a 
free particle, for which we have already found that 


(3.91) 


m 1/2 
riry= (sez) a 
Hence for the harmonic oscillator we have 
mw 1/2 
F(T) = | ————= 3.9 
(T) (a ae) (3.93) 


which is to be substituted in Eq. (3.59) to obtain the complete solution. 


Problem 3-13 By keeping track of all the constants, show that the 
jacobian satisfies 


(N+1)/2 / N 
1 Zi 1 
— — —}]—-1 = : 
J (=) (=) (1 | as N — oo (3.94) 


The Schrodinger Description 
of Quantum Mechanics 


4-1 


THE path integrals which we have discussed so far (with the exception 
of Eq. 3.82) have integrands which are exponentials of actions with the 


property 
Sb, a] = S[b, c] + S[c, a] (4.1) 


Such path integrals can be analyzed in terms of the properties of integral 
equations which can be deduced from them. We have already seen this 
in Chap. 2 (e.g., Eq. 2.31) and Chap. 3 (e.g., Eq. 3.42). 

A still more convenient method is to reduce the path integrals to 
differential equations if possible. This possibility exists in quantum me- 
chanics and is, in fact, the most convenient way to present that theory. 
It is in almost every case easier to solve the differential equation than 
it is to evaluate the path integral directly. The conventional presenta- 
tion of quantum mechanics is based on this differential equation, called 
the Schrédinger equation. Here we shall derive this equation from our 
formulation. We shall not solve this equation for a large number of exam- 
ples, because such solutions are presented in a detailed and satisfactory 
fashion in other books on quantum mechanics.? 

In this chapter our purpose is twofold: (1) For the reader primarily 
interested in quantum mechanics our aim is to connect the path integral 
formulation with other formulations which are found in the standard 
literature and textbooks so that he can continue his study in those books 
and can learn to translate back and forth between the two different 
languages. (2) For the reader primarily interested in path integrals this 
chapter will show a technique which is available for a certain class of 
path integrals to reduce these path integrals to differential equations. 
This technique is best shown by the particular example of quantum 
mechanics which we shall develop here. 


THE SCHRODINGER EQUATION 


The Differential Equation Form. The reason that we can develop 
a differential equation is that the relationship of Eq. (4.1) is correct for 
any values of the points a, b, and c. For example, the time ¢, can be 
only an infinitesimal time € greater than the time ¢,. This will permit 
us to relate the value of a path integral at one time to its value a short 
time later. In this manner we can obtain a differential equation for the 
path integral. 


1For example, see L.I. Schiff, “Quantum Mechanics,” 2nd ed., McGraw-Hill Book 
Company, New York, 1955. 
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We have already found that as a consequence of Eq. (4.1) we can 
define a wave function. Furthermore, we know that the equation 


w (2p, to) <a i HK (Lp; ths Vay ta) Woes ta) aia (4.2) 


gives the wave function at a time t, in terms of the wave function at a 
time t,. In order to obtain the differential equation that we seek, we 
apply this relationship in the special case that the time fy differs only 
by an infinitesimal interval ¢ from tz. The kernel K (}, a) is proportional 
to the exponential of i/h times the action for the interval t, to ty. For a 
short interval € the action is approximately € times the lagrangian for this 
interval. That is, using the same approximation at that of Eq. (2.34), 
we have 


wot+)=% few { rer (2=4 28) bywydy (a) 


We shall now apply this to the special case of a particle moving in 
one dimension subject to a potential energy V(z,t), i.e., that for which 
L = (m/2)z? — V(z,t). In this case Eq. (4.3) becomes 


re) ; 2 
vetta=5/ exp { mer 


ee ed ( ast ) } whly, t) dy (4.4) 


The quantity (x — y)?/e appears in the exponent of the first factor. 
It is clear that if y is appreciably different from z, this quantity is very 
large and the exponential consequently oscillates very rapidly as y varies. 
When this factor oscillates rapidly, the integral over y gives a very small 
value (because of the smooth behavior of the other factors). Only if y is 
near x (where the exponential changes more slowly) do we get important 
contributions. For this reason we make the substitution y = x+ 7 with 
the expectation that appreciable contributions to the integral will occur 
only for small 7. We obtain 


po imn? 
p(z,tt+e) = af a} 
a ui 
exp {pe («+ 1.) bwetne dn (4.5) 
The phase of the first exponential changes from 0 to of 1 radian when 


n changes from 0 to ,/2he/m, so most of the integral is contributed by 
values of 7 in this order. 
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We may expand w in a power series. We need only keep terms of order 
¢. This implies keeping second-order terms in 7. The term eV(z+7/2, t) 
may be replaced by eV(z, t) because the error is of higher order than e. 
Expanding the left-hand side to first order in € and second order in 7, 


we obtain 
at tech = a/.* p{ a a (4.6) 
Oy 7? ay 


x c — bev fot) +n cs 7 Da? dn 


If we take the leading term on the right-hand side, we have the quantity 
w(az,t) multiplied by the integral 


iy? imr? 1 /2nihe\'/? 
i BUTE Ns py 2 4. 
af ote} an al m ) an 


On the left-hand side we have just ~(z,t). In order that both sides agree 
in the limit € approaches 0, it is necessary that A be so chosen that the 
expression of Eq. (4.7) equals 1. That is, 


63, tba 
ee (=) (4.8) 


m 


as we have stated previously (see Eq. 2.21). This is a way of obtaining 
the quantity A in more complicated problems also. The A must be so 
chosen that the equation is correct to zero order in e. Otherwise, no 
limit will exist as € approaches 0 in the original path integral. 

In order to evaluate the right-hand side of Eq. (4.6), we shall have 
to use two integrals 


ae ae imn? _ 
and 
ay ice” imn? _ the 
af. exp { he \ d= = (4.10) 
Writing out the right-hand side of Eq. (4.6) gives 
Ow ihe 07 


P+en, Pay leet (4.11) 


Im Ox2 


This will be true to order ¢ if (x,t) satisfies the differential equation 


2 
OU oh eae +V(a, td (4.12) 
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This is the Schrodinger equation for our problem of a particle moving in 
one dimension. Corresponding equations in more complicated situations 
can be worked out in the same way, as demonstrated by the following 
problems. 


Problem 4-1 Show that for a single particle moving in three di- 
mensions in a potential energy V(x, t) the Schrédinger equation is 
dW(x, t) ae eee 
ge = a So w(x, t) + V (x, t) W(x, t) (4.13) 
This equation was discovered by Schrédinger in 1925 and formed the 
central feature of the development of quantum mechanics thereafter. 


The Operator Form. The equations which result from various 
problems corresponding to different forms for the lagrangian can all be 
written for convenience in the form 
Ow 1 
~=--H 4.14 
ae ake (4.14) 
Here H does not represent a number but indicates an operation on w. 
It is called the hamiltonian operator. For example, in Eq. (4.12) this 
operation is 


H= -f St V(at) (4.15) 


Such an equation with operators on both sides means this: If any 
function f(z) is written after each operator on each side, the equation 
will be true. That is, Eq. (4.15) symbolizes the statement: The relation 


+ V(z,t) f(z) (4.16) 
holds for any function f(z). 


Problem 4-2 For a particle of charge e in a magnetic field the 
lagrangian is 


i= ax i —xA(x, t) — ed(x, t) (4.17) 


where x is the velocity vector, c is the velocity of light, and A and 
@ are the vector and scalar potentials. Show that the corresponding 
Schrédinger equation is 


= -7| 1 (Fv -5a)-(Gv- sa) o+ oy} (4.18) 


Ot am \i Cc A 
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Thus the hamiltonian is 


aoe (Ev . <A) (FV Zi =A) + ed (4.19) 
QHieN 4 1 c 


Problem 4-3 Show that the complex conjugate function ~*, defined 
as the function w with every 7 changed to —12, satisfies 


Oy* a * 
ae +; (Hv) (4.20) 

The notation for operators can be described by giving a number 
of examples. For example, the operator x means multiplication by z, 
the operator x? means multiplication by x”, the operator V(x) (some 
function of x) means multiplication by V(x), the operator 0/Ox means 
partial differentiation with respect to x, OW/0z, etc. 

If A and B are operators, then the operator AB means that we first 
apply B and then A, that is, ABy means A(Bw). Thus, for example, 
the operator z(0/Ox) means xz times Ow/Ox. On the other hand, the 
operator (0/0x)xz means the partial derivative with respect to x of xy, 
or 


Z (ay) <0 4p 
- see that in Pecieed the operator AB and the operator BA are not 
identical. 

We further define the operator A+ B by the rule that A+ B operating 
on w is Ay) + Bw. For example, the previous equation can be written as 
an equation among operators as follows: 


0 0 
De ae sae (4.21) 


the meaning being that (0/Ox)af = x(0/0x)f + f for any function f. 


Problem 4-4 Show 


Oo? oP 0 
— 2— : 
ge? = 7552 +22- (4.22) 
and therefore that, for the H of Eq. (4.15), 
nh? O 
Hz -—xH = -—-— 4. 
L-2 Or (4.23) 


This operator notation is used a great deal in the conventional for- 
mulations of quantum mechanics. 
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The Schrédinger Equation for the Kernel. Since K (b, a), thought 
of as a function of the variables }, is a special wave function (namely, 
that for a particle which starts at a), we see that K must also satisfy a 
Schrédinger equation. Thus for the case specified by Eq. (4.15) 

a til, he Oe 
—K(b,a) =-- |-—~5K K ; 
for ty, > tg. In general we have 

9 ‘ 
kK (b,a) =—<H,K(b,a) for ty > te (4.25) 
Oty h 


wherein the operator Hy, operates on the 6 variables only. 


Problem 4-5 Using the relation 
ipa r K(b,c)K(c,a) daze (4.26) 


with ¢, — tg = €, an infinitesimal, show that if t, is greater than ¢,, the 
kernel K satisfies 

6) 7 
— K(b,a) = += 
pt, 


where H, now operates on the a variables only. 


H*K(b,a) (4.27) 


The function K(b,a) defined by a path integral in Eq. (2.25) is de- 
fined only for t, > tg. The function is not defined if t, < tg. It will prove 
to be very convenient in later work (e.g., Chap. 6) to define K(b,a) to 
be zero for ty < tg. (With this convention Eq. (4.2), for example, is valid 
only if t >t.) With the condition 


K(b,a) =0 for ty < tg ; (4.28) 


it is evident that Eq. (4.25) is satisfied also for ty < tq (in a trivial 
fashion, of course, since K = 0). But this equation is not satisfied at 
the point t, = t,, because K(b, a) is discontinuous at ty = ta. 


Problem 4-6 Show that K(b,a) — 6(2p — Za) as tp >t, +0. 


From the result of Prob. 4-6 we see that the derivative of K with 
respect to t, gives a delta function in the time multiplied by the height 
of the jump, 6(z, — Z,). Hence K(b, a) satisfies 

0 


aK ba) = -* HK (b, a) + 6(p — £a)d(ty — ta) (4.29) 
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This equation plus the boundary condition of Eq. (4.28) could serve 
to define K(b,a) if one were to have started out from the Schrédinger 
equation as the fundamental definition in quantum mechanics. It is 
clear that the quantity K(b,a) is a kind of Green’s function for the 
Schrédinger equation. 


The Conservation of Probability. The hamiltonian operator 
given by Eq. (4.15) has the interesting property that, if f, g are any 
functions which fall off to zero at infinity, 


[o.e) [o.e) 
a (Hg)*f dx = : g (Hf) de (4.30) 
—Cc —oCo 
The meaning of the symbols is this. On the left we are to take g, operate 
on it with H (forming Hg), and then take the complex conjugate. The 
result is then multiplied by f and integrated over all space. The result 
is the same as taking Hf, multiplying by the complex conjugate of g, 
and integrating. It is easily verified that this is true by integrating the 
term {(Hg)*f dx (by parts, where necessary). 
For our example in Eq. (4.15) we have for the left side of Eq. (4.30) 
h? oO d?g * 
—_—— d Vo far 4.31 
mlaaee' J gf de = (4.31) 


2 oe) d2 
-F (2 y- ef) - cr de [ Vo" f dz 
). 


(integrating by parts twice). If f, g, fall off at infinity, the integrated 

parts vanish and Eq. (4.30) is established. An operator which has the 

property given by Eq. (4.30) is called hermitian. In all cases of quantum 

mechanics the hamiltonian is hermitian. For more general cases than 

that considered above the integration over our one-dimensional variable 

xz becomes an integration (or sum) over all the variables of the system. 
If we put f and g equal to w(z,t), we get 


[ (Hey ax = | : u* (HW) da (4.32) 


and if w satisfies the wave equation (4.14), this becomes 


[Beas [ wBae= 5 ([" wear) =0 (4.33) 


That is, {~*~ dz is a constant independent of time. This is easily 
interpreted. For if w is suitably normalized, ~*w is the probability 
of being found at z; so the integral is the probability of being found 
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somewhere, which is certainty (or 1) and is constant. Of course, as far 
as the wave equation is concerned yw can be multiplied by any constant 
and still be a solution. Then w~*w is multiplied by the square of the 
constant, and the integral is this constant squared. 

It is fundamental to our definition of w as probability amplitude that 
the integral of w*w is constant. In terms of the kernel this means that if 
f is the wave function at time t,, then at time fy it has the same square 
integral. That is, if 


v= [ KGafa) dt (4.34) 
then 
[* yr(O0(0) dew = | f(a) F(a) dee (4.35) 
: ie c K*(b; 24, tg)K (5 tq ta) f*(t4)f (tq) dg day dary = 
Fea) f ee) dr, (4.38) 


For this to be true for arbitrary f we must have 
[Kit sta) K taste) dy = 04 — 24) (4.37) 


That is, in order to interpret ~ as a probability amplitude, the ker- 
nel must satisfy Eq. (4.37). We have derived this by means of the 
Schrodinger equation. It would be nicer to demonstrate this and other 
properties, such as Eq. (4.38) and Prob. 4-7, directly in terms of the 
path integral definition of K instead of coming through the differential 
equation. It is possible, of course, but it is not so simple or neat as 
a derivation of such a fundamental relation should be. One can verify 
Eq. (4.37) as follows: For a small interval with t, = t, + €, Eq. (4.37) 
follows directly from the expression e**/* for this interval. By induc- 
tion, the complete Eq. (4.37) results. One disadvantage of the approach 
to quantum mechanics through path integrals is the fact that relations 
involving ~* or K™* are not self-evident. 

By changing the variable name in Eq. (4.37) from a to c, multiplying 
by K(c,a), and integrating over x,, we find 


/ "Pete oie (he) ange Tg) (4.38) 


4-2 
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where, as usual, tp > te > ta. Compare this to [ K(b,c)K(c,a) dz, = 
K(b,a). We may describe the second relation this way: Starting at ta, 
K(c,a) gives us the amplitude at the later time t,. If we wish to go to 
a still later time ty, we can do so by using the kernel K(b,c). On the 
other hand, if having the amplitude at ty we want to work back to find it 
at an earlier time t, < ty, we can do this by using the function K*(b,c), 
according to Eq. (4.38). That is, K*(b,c) undoes the work of K(c,b). 


Problem 4-7 Show that [ K*(b,a)K(b,c) dx, = K*(c,a), where 
our usual convention of ty > t. > tg holds. 


THE TIME-INDEPENDENT HAMILTONIAN 


Steady States of Definite Energy. The special case that the 
hamiltonian H is independent of time is of great practical importance. 
This corresponds to the case that the action S does not depend on the 
time explicitly; e.g., the potentials A and ¢, and the potential energy 
V, do not contain t. In this case the kernel cannot depend upon the 
absolute time but instead is a function only of the interval t, — tg. Asa 
consequence, there exist wave functions that depend periodically on the 
time. 

It is easiest to see what happens by studying the differential equation. 
Starting from the Schrédinger equation (4.14), we try a special solution 
of the form w(z,t) = o(x) f(t), a function of position only multiplied by 
a function of time only. Substitution gives us the relation 


(2) f'(t) =F HOOIEO (4.39) 
f(t) __ i Hole) 
Fl) ~ 8-6) aa 


The left-hand side of this equation does not depend upon 2, whereas the 
right-hand side does not depend upon t. Because they are always equal 
neither side can depend upon either variable t or x. That is, each side is a 
constant. Let us call the constant —(i/i)E. Then f’(t) = —(i/A) Ef (t), 
or f(t) = foe “/")¥* where fo is an arbitrary constant factor. Thus the 
special solution is of the form 


(a, t) = g(a)e“ (4.41) 
where ¢(2) satisfies 


H$(2) = Ed(z) (4.42) 
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That is, for this special solution the wave function oscillates with 
the same definite frequency at every point in space. We saw (Eq. 3.17) 
that the frequency with which a wave function oscillates corresponds, 
in classical physics, to the energy. Therefore, we say that when the 
wave function is of this special form, the state has a definite energy L. 
For each value of — a different particular function ¢(z), a solution of 
Eq. (4.42), must be sought. 

The probability that a particle is at z is the absolute square of the 
wave function w(z), or |w(x)|?. In view of Eq. (4.41) this is equal to 
|\¢(x)|? and does not depend upon the time. That is, the probability of 
finding the particle at any location is independent of the time. We say 
under these circumstances that the system is in a stationary state — 
stationary in the sense that there is no variation in the probabilities as 
a function of time. 

This situation is somewhat related to the uncertainty principle; for 
in a situation in which we know that the energy is exactly E we must be 
completely uncertain of the time. This is consonant with the idea that 
the properties of an atom in a specific state are absolutely independent 
of the time, so that at any time we would obtain the same result. 

Suppose that F, is a possible energy for which Eq. (4.42) has a 
solution ¢;(x) and that E> is another value for energy for which this 
equation has some other solution ¢2(z). Then we know two special 
solutions of the Schrédinger equation, namely, 


w(x, t) = o) (xe @/M) Fat and = (a, t) = bo (x)e7 /) Bat (4.43) 


Since the Schrodinger equation is linear, it is clear that if w is a solution, 
then so is cw. Furthermore, if ~; is a solution and 7 is a solution, then 
the sum 7 + y2 is also a solution. Evidently, then, the function 


w(a,t) = cro (x)e~ 2? + coda (x)eW t/") Bat (4.44) 


is also a solution of the Schrédinger equation. 

As a matter of fact, it can be shown that if all of the possible values 
of F and the corresponding functions ¢(z) are worked out, any solution 
w(xz,t) of Eq. (4.14) can be written as a linear combination of these 
special solutions of definite energy. 

The total probability to be anywhere is constant, as we showed in 
Sec. 4-1. This must be true no matter what the values of c, and co, so 
that, using Eq. (4.44) for w(z,t), we have 


[wr dx = che, [ bb, dx + cheyet /MEi— Balt org, dx (4.45) 
+ eche /ME—Ealt (gb da + che [baby dx 
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Since this must give a constant result, the time-varying terms (i.e., terms 
including e=(/ h)(B1—E2)t) must vanish for all possible choices of c; and 
co. This means that 


/ * Bayon eleo= i: ” $y (a)65 (a) de = 0 (4.46) 


When two functions f(z) and g(x) satisfy [ f*(x)g(x) dx = 0, we say 
they are orthogonal. Thus Eq. (4.46) says that i stationary states of 
different energies are orthogonal. 

nts on 5-2 we shall learn an interpretation for expressions such as 
J f*(z)g(x) dz, and we shall find that Eq. (4.46) records the fact that 
if a EL is known to have energy FE, (and hence a wave function 
wy, =e @/ nh) Eat), then the amplitude that it is found to have a different 
energy E> (i.e., wave function w2 = e~“/")£2tg.), must be zero. 


Problem 4-8 Show from the fact that H is hermitian that E is 
real. (Hint: Choose f = g = ¢ in Eq. (4.30).) 


Problem 4-9 Show from the fact that H is hermitian that Eq. (4.46) 
holds. (Hint: Choose f = ¢2, g = ¢1 in Eq. (4.30).) 


Linear Combinations of Steady-state Functions. Suppose that 
our functions corresponding to the set of energy levels FE, are not only 
orthogonal but also normalized, i.e., that the integral of the absolute 
square over all x is 1. Then we shall have 


ie or ( x) dt = bam (4.47) 


where 6n,m, the Kronecker delta, is defined by bnm = 0 ifn # m and 
Onn = 1. Many functions can be expressed as a linear combination of 
such ¢,(x)’s. In particular, any function which is likely to arise as a 
wave function can be so expressed. That is, 


== > Anbn(Z) (4.48) 


The coefficients a, are easily obtained: multiply Eq. (4.48) by ¢%, (2) 
and integrate over all xz to obtain 


he Cnt eae = » Qn [. Gin(@)bn (a2) dx = On (4.49) 


That is, 


+i ” 68(@) f(a) dx (4.50) 
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Thus we have the identity 


This shows that, in terms of the Dirac delta function, 


=> $,(2) oR (0) (4.52) 


It is possible to express the kernel K (b, a) in terms of these functions 
gn(x) and energy values E,,. We do so by the following consideration. 
Let us ask this: If f(a) is the known wave function at the time te, what 
is the wave function at time t,? It can be written at any time t as 


(oe) 


(et) = Ss ene W/MEnt gy, (x) (4.53) 
n=1 

for it is a solution of the Schrédinger equation, and any solution can be 

written in this form. But at the time t, we have 


[oe) 


f(x) = Y(2, ta) oy. 6; e CM Ente 6, (2) =” andn(z) (4.54) 


n=1 n=1 


since we can always express f(z) in the form of Eq. (4.48). So we 
conclude 


Cn = anet /h) Ente (4.55) 


Putting this into Eq. (4.53), we have 
is ym en UIMEntog, (g -Yom en UM Ea(tete) 4. (n) (4.56) 


Now using ‘Ba, (4.50) for the coefficient a,, we obtain 


U(te,te) = > onto Jer Wimreater—te) Lge y) Fy) dy 


[ Sala) ue“ GIENO™) Fy) dy (457) 
OO n=1 


This final expression determines the wave function at time t, com- 
pletely in terms of f(x), the wave function at time ta. Previously we 
represented this relation by the equation 


loys) = | Ka, tasvsta) fv) du (4.58) 
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Comparing Eqs. (4.57) and (4.58), we finally obtain the desired expres- 
sion for the kernel K(b, a), 


- 00 
S- bn (to)bh (tale W/MEn(te—te) for ty > ta 
K (2p, to; Za, ta) = ¢ pot 


0 for tg< tt, 


This expression for K(b,a) is very useful for translating expressions 
to more conventional representations. It expresses the kernel, which was 
originally a path integral, entirely in terms of solutions of the differential 
equation (4.42). 


Problem 4-10 Verify that K(b, a) as expressed in Eq. (4.59) satis- 
fies the Schrédinger equation (4.29). 


Problem 4-11 Show that for free particles in three dimensions the 
solutions 


p(x) = eP/P* (4.60) 


go with the energy E, = p?/2m. Consider the vector p as an index n 
and note the orthogonality. That is, as long as p # p’, 


j 65(x)tp (x) dx=0 even if Ey = By (4.61) 

Therefore the free-particle kernel must be 

Ko(Xp, ty; Xa, ta) = S, eil(P/h):(x»—Xa) o—(i/h)(p?/2m) (to—ta) (4.62) 
Pp 


Since the p’s are distributed over a continuum, the sum over the “in- 


dices” p is really equivalent to an integral over the values of p, namely 


dp 
= 4, 
D0) = [gaps (4.63) 
Pp 
Therefore, we find that the free-particle kernel is given by 


, She = d3 
Kola taie,ta) = f eS0/P)(os—%e)e (i/h) (p? /2m) (to aps (4.64) 


(4.59 


) 
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Problem 4-12 Carry out the integral in Eq. (4.64) by completing 
the square. Show that the correct free-particle kernel (i.e., the three- 
dimensional version of Eq. 3.3) results. 


NORMALIZING THE FREE-PARTICLE 
WAVE FUNCTIONS 


The derivation of the kernel for a free particle, as given in Prob. 4-11, 
is unsatisfactory for two related reasons. First, the idea of a sum over 
distinct states n used in Eq. (4.59) is not satisfactory if the states lie 
in a continuum, as they do for a free particle where any p is allowed. 
Second, the plane-wave functions for free particles, although orthogonal, 
cannot be normalized; that is, ise oe odz = ites l1dx = oo, so the 
condition of Eq. (4.47), used in deriving Eq. (4.59), is not satisfied. 
Both of these points can be remedied together in a perfectly straight- 
forward mathematical way. Starting all the way back when we expressed 
an arbitrary function as a sum of eigenfunctions, 


f(z) = >»; Anbn(Z) (4.65) 


we allow part, or all, of the states to lie in a continuum, so that the sum 
over n must be replaced partly by an integral. With mathematical care 
one can find the correct expression for K analagous to Eq. (4.59) but 
applying also when the states are in a continuum. 


Normalizing in a Box. Many physicists prefer another, less rig- 
orous approach. They modify the original problem in a way that (from 
physical reasoning) will not essentially modify the result yet will leave 
all the states separate in energy and all the simple sums as simple sums. 
In our example this may be accomplished as follows. We are studying 
the amplitude that in a finite time a particle goes from x, at time t, to 
Xp at time ty. Now if these two points are some finite distance apart and 
the time is not extremely long, surely it can make no appreciable dif- 
ference to the amplitude whether the electron is really free or is instead 
confined to some enormous box of volume “Vol” with walls very, very 
far from Xg and xp. The amplitude could be affected only if the particle 
could run out to the walls and back in the time t, — t,; but if the walls 
are far enough away, there is no appreciable amplitude for this. 

In is always possible that this assumption fails for some special- 
shaped walls such that, for example, xp, is at a focus of waves from x, 
reflected at the walls. From time to time someone lets an error creep in 
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by replacing a system in empty space with one at the center of a large 
spherical box. The fact that this system remains at the exact center of a 
perfect sphere may have an effect (like the spot of light at the center of 
the shadow of a perfectly circular object) which does not vanish as the 
sphere radius goes to infinity. For another shape, or a system off-center 
to the sphere, the surface effect would vanish. 

Take first the case of one dimension. In empty space the spack- 
dependent wave functions are e#(?/*)# (any p, positive or negative). If, 
instead, the range of z is limited to —L/2 to +L/2, say, what are the 
functions ¢(z)? The answer depends on the boundary conditions defin- 
ing d(x) at c = —L/2 and gc = +L/2. The easiest conditions to un- 
derstand physically are those for walls which offer very high repulsive 
potentials to the particle, thus confining it (i.e., perfect reflectors). They 
correspond to ¢(z) = 0 at c = —L/2 and gc = +L/2. The solutions of 
the wave equation 

i? Oo 
~--5$ = Ed(z) (4.66) 
in the range |z| < L/2 are, for E = p?/2m = hi? k?/2m, 


eike end ew ike 

or any linear combination. Neither e**” nor e~*** can satisfy the bound- 
ary conditions, but with k = nz/L (n an integer) satisfactory solutions 
are given by half the sum (which is cos(kz)) for n odd and i/2 times 
the difference (which is sin(kx)) for n even, as diagrammed in Fig. 4-1. 
Thus the states are sines and cosines and the energy levels are separated 
(ie. not in a continuum). 

If the solutions are written as 


2 2 es 
y2 cos(kz) and 2 sin(kz) 


then they are normalized, since 


in ( [3 ome de =1 (4.67) 


A sum over states is a sum over n. If we consider, say, the sine wave 
functions (thus, even values of n) for very large L but not large x (walls 
far from the point of interest), the successive functions differ by only a 
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Fig. 4-1 The form of the one- 
dimensional wave functions which 
have been normalized in a box. 
The first four are shown. The 
corresponding energy levels are 
E, = fn? /2mL?, Eo = 4Fy, 
E3 = 9F1, and F4 = 16£;. The 
magnitude of the energy in abso- 
lute terms, which depends on the 
size of our fictitious box, is not 
important for more realistic prob- 
lems. Rather, it is the relation be- 
tween the energy levels of the var- 
ious states which has significance. 


z=-L/2 z=0 x=+L/2 


small amount. This difference 
2° 2, ae . x 
Vz [sin (2m(n - 1)=) — sin (2nn—) | 
[2 2nt+1la)\ . i 
= L 2 cos (2n 5 | sin (275 )| 


2 202 1\2 
4] Zr (2n(n + y=) (4.68) 


is approximately proportional to the small quantity z/Z. So a sum on 
n can be replaced by an integral over k = 27n/L. Since the successive 
allowed values of k (for sine functions) are spaced by 27/L, there are 
(L/27)Ak states in range Ak. All of this applies also to states with the 
cosine wave function, so that we may replace sums by integrals in our 
formulas with 


(oe) fore) L 
2! J+ | ( )5-dk (4.69) 


and remember to add the result for the two kinds of wave functions, 
namely, ,/2/L cos(kz) and ,/2/L sin(kz). 

It is often inconvenient to use sin(kz) and cos(kz) for the wave func- 
tions as we would like to use the linear combinations 


e'®® — cos(kz) +isin(kz) and e *** = cos(ka) — isin(kz) 


We were forced by our box to use sines and cosines and not the linear 
combination, because for a given k one, but not both, of the functions 
is a solution. But if we can disregard small errors arising from these 
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small differences in k, we might still expect to be able to get the correct 
results from these new linear combinations. Normalized, they are 


[1 ike er 
Ze and Zé 


Since the wave e~*** can be thought of as e*** but for negative values 
of k, our new procedure, including the addition of the two kinds of wave 
functions, becomes the following practical rule: 

To deal with free-particle wave functions e**, normalize them to a 
range of z of length L (i.e., use ¢(x) = \/1/Le***), and replace sums on 
states by integrals over k with the rule that the number of states with k 
in the range k to k + dk is (L/27) dk and the range of k is —co to +00. 


Periodic Boundary Conditions. Sometimes this excursion into 
cosines and sines and back to exponentials is avoided by the following 
argument. The wall is artificial anyway, so its particular position and the 
particular boundary condition should not make any physical difference 
as long as it is far away. So instead of the physically simple conditions 
o(z) =0 at r= +L /2 and at z = —L/2, let us use two others for which 
the solutions are indeed e*** directly. These are 


o(z) (ate= 45) = 6) (at 2=-) (4.70) 
and 
$!(2) (at a +5] = ¢'(2) (a es -5) (4.71) 


These are called periodic boundary conditions, because the same ones 
would result by the requirement that ¢(z) is periodic in z in all space 
with period z = L. It is readily verified that the functions ,/1/L e*** 
are solutions, normalized to range L, provided k = 27n/L with n an 
integer: positive, negative, or zero. From this our rule follows directly. 

In three dimensions we can see what happens by using a rectangu- 
lar box of sides Lz, Ly, Lz in the three directions. Let us use periodic 
boundary conditions. That is, the magnitude and first derivatives of a 
wave function at a point on one face are respectively equal to the mag- 
nitude and first derivative at the corresponding point on the opposite 
face. The normalized wave function for a free particle is 


ee ee eee ee dt ales 
— eva — el, | — ee? — ex A. 72 
Lz Ly L, Vv Vol ( ) 


where Vol = LzLyL, is the volume of the box and the allowed values 
of kz are 2mnz/Lz for nz an integer, those of ky are 27n,/Ly for ny an 
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integer, and those of k, are 27n,/L, for n, an integer. Furthermore, 
the number of solutions with kz in range dkg, ky in dk,, and k, in dk, 
is 

dig L, L, — Vol 43 

3q Oke 5 ok 57 ake = (anys k (4.73) 
That is, use plane waves normalized to volume “Vol”: exp{ik-x}/V/Vol. 
The number of states in range d°k (differential volume of k space) is 
Vol d?k/(27). 

Let us apply this to Prob. 4-11 and recall the connection between mo- 
mentum and wave number p = hk brought out in Sec. 3-1. In Eq. (4.64) 
we must make two changes. First, since the wave functions used were 
exp{ip-x/f}, whereas we should have used 


1 ip-x 
Fa a} 
there should be an additional factor 1/Vol; for the product of two wave 
functions was involved. Second, the symbol 
d°p 


2 ) must be replaced by Vol c ( ) Says 


This justifies what was done in Prob. 4-11. 

It is noted that the “Vol” factors cancel out, as indeed they must; 
for as Vol — oo the kernel K(b,a) must be independent of the size of 
the box. 


Some Remarks on Mathematical Rigor. The reader may have 
one of two reactions on seeing how the volumes “Vol” cancel at the 
end of this calculation. One might be: How nicely it cancels out as 
it should, for the walls have no effect. The other might be: Why do 
it in the complicated and “dirty” nonrigorous manner, putting in walls 
which make no difference, etc., when all this can be done much more 
elegantly and rigorously mathematically without the need of walls, etc? 
It depends on whether you are physically minded or mathematically 
minded. There are many misunderstandings between mathematicians 
and physicists on the place of mathematical rigor in physics, so perhaps 
a word as to the value of each method (the box or mathematical rigor) 
may be in order. 

There is, of course, the more trivial point: Which is most familiar 
— which takes the least new knowledge? Most physicists have seen this 
argument about how to count the states in a box before. 
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Another point is that the mathematically rigorous solution may not 
be physically rigorous. That is, the box may in fact exist. It may not be 
a rectangular box, but it is not often that experiments are done under 
the stars. Rather they are done in a room. Although it is physically 
reasonable that the walls have no effect, it is true that the original prob- 
lem is set up as an idealization. It is no more satisfactory idealization 
to move the walls to infinity than to replace them by perfect mirrors far 
away. The mathematical rigor is wasted in the first idealization, since 
the walls are not at infinity. 

The box approach is just as rigorous, or rather just as nonrigorous. It 
has several advantages. For example, in finding that the volume cancels 
out we do learn that at least one aspect of the idealized walls, namely 
how far away they are, is unimportant. This discovery makes us more 
intuitively convinced that the actual disposition of the real environment 
may be unimportant. Finally, the formula derived is very useful when 
in fact we do have a finite sample. For example, in Chap. 8 we shall use 
it to count sound-wave modes in a large, rectangular block of material. 

On the other hand, the advantage of the mathematically clean ar- 
gument is the avoidance of much unnecessary detail that cancels out. 
Although, using the box approach, one may learn something about how 
the walls have no effect, one may be firmly convinced that this is true 
anyway and not wish to descend into details to see it again. 

The normalization problem is a special example, but it illustrates 
the point. The physicist cannot understand the mathematician’s care 
in solving an idealized physical problem. The physicist knows the real 
problem is much more complicated. It has already been simplified by 
intuition, which discards the unimportant and often approximates the 
remainder. 


Measurements and Operators 


5-1 


So far we have described quantum-mechanical systems as if we intended 
to measure only the coordinates of position and time. Indeed, all mea- 
surements of quantum-mechanical systems could be made to reduce 
eventually to position and time measurements (e.g., the position of a 
needle on a meter or the time of flight of a particle). Because of this 
possibility a theory formulated in terms of position measurements is 
complete enough in principle to describe all phenomena. Nevertheless, 
it is convenient to try to answer directly a question involving, say, a mea- 
surement of momentum without insisting that the ultimate recording of 
the equipment must be a position measurement and without having to 
analyze in detail that part of the apparatus which converts momentum 
to a recorded position. Thus, in this chapter, instead of concentrating 
on the amplitude that a particle has a definite position, we shall develop 
the idea of an amplitude to find a definite momentum, energy, or other 
physical quantity. 

In the first section of this chapter we shall show how a system may be 
described in terms of momentum and energy. The concepts learned here 
will be extended in the second section to describe in general various ways 
of representing the quantum-mechanical system. The transformation 
functions which enable us to go from one method of representation to 
another have many interesting properties. Among them is the concept 
of an operator, which was introduced in the preceding chapter and will 
be discussed further in the third section of this chapter. 


THE MOMENTUM REPRESENTATION 


The Momentum Amplitude. So far we have used the concept 
of probability in terms of the position of a particle, but suppose we 
wish to measure the momentum. Is there an amplitude ¢(p) whose 
absolute square will give us the probability P(p) that a measurement of 
momentum will show that the particle has momentum p? There is in 
fact such an amplitude, and we can easily find it. 

Some ways of measuring momentum (or other physical quantities) 
correspond to measurements of position, and thus they can be analyzed 
if we know how to analyze coordinate measurements. For example, 
working in one dimension, suppose we have a particle whose position at 
t = 0 is localized within +6 of the origin of the xz axis. The uncertainty 
6b can be as large as desired so long as it is finite. We can measure the 
momentum of such a particle by a time-of-flight technique. That is, we 
can observe how far the particle has traveled (assuming no forces) by 
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the time t = T. If the position is y, then the velocity is y/T and the 
momentum is p = my/T. The error in such a momentum measurement, 
+mb/T, can be made as small as desired by making T sufficiently large. 

Suppose we analyze the momentum probability P(p) as defined by 
such an experiment. The probability P(p) dp that the momentum lies 
between p and p+ dp is the probability P(y) dy that, if all the potentials 
affecting the particle are suddenly turned off, then after the time T the 
particle will be found between the points y and y + dy. Of course, this 
requires that we connect p with y by p = my/T. Assume the wave 
function of the particle is given by f(z) at t = 0, and our problem is to 
find P(p) directly in terms of f(z). 

The amplitude for the particle to arrive at y at the time t = T' is 


vy.n =f * Kogt se Oy eyide (5.1) 


Upon substitution for the free-particle kernel Ko (Eq. 3.3), this expres- 
sion becomes 


imy? |) f° im(—2yz + 2? 
x exp { / exp { EY Hee dx 


The absolute square of this amplitude gives the probability that the 
particle lies between y and y+ dy. According to our definition, this is 
identical (in the limit T — co) with the probability that the momentum 
of the particle lies between p and p+ dp. 


ad oc ae 


as T'— 00 (5.3) 


(5.2) 


2 


Then substituting p = my/T, and supposing that we pass to the limit 
of large 7’, there results 


eee? 
—ipx imz 
P(p ae EL exp = a OAT be) dx 


We assumed earlier that, initially, the particle would be restricted 
to a region within +b of the origin. This means that the initial wave 
function f(z) drops to 0 for values of x larger in absolute magnitude 
than b. Now as T becomes large the quantity imb?/2hT becomes negli- 
gibly small. Since there is no contribution to the integral of Eq. (5.4) for 


2 


(5.4) 
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Fig. 5-1 The amplitude for a particle traveling freely to arrive at position y after 
time interval T is determined by the convolution of two functions. The first is the 
amplitude f(z) for the particle to start at position x, as indicated by the shaded curve 
in the figure. The second, the amplitude to go from z to y, is the free particle kernel 
Ko(y, T; x, 0), indicated by the sine wave of slowly changing wavelength. (Shown here 
is Re{ ViKo(y, T; x,0)} as a function of x for fixed y and T.) If the point y is far from 
the origin, compared to the distance —b to +b over which f(z) is nonzero, the wave has 
an approximately constant wavelength near the origin. Its form there is approximately 
proportional to exp{(—2/h)(my/T)x}. The two functions are multiplied together and 
then integrated over x to find the amplitude for arrival at y. Since the particle has 
traveled approximately the distance y (again assuming y >> b) in time T, this amplitude 
is equivalent to the amplitude that the particle has momentum p = my/T. 


values of x greater in absolute magnitude than b, the probability P(p) dp 
approaches dp/2rh times the absolute square® of the amplitude! 


6(0) = [ ex{ =} reayay (5.5) 


—oo 


An alternative explanation of this result is given in Fig. 5-1 and extended 
in Fig. 5-2. 

The expression for the momentum amplitude given by Eq. (5.5) ap- 
plies to a one-dimensional situation. It is easy to extend the definition 


1Many writers prefer to account for the factor 1/27h in the definition of ¢(p), 
where it appears as 1/\/2m7h. However, following the development of Sec. 4-3, we 
prefer to write it in the form we have used and remember that the differential ele- 
ment of momentum always includes the factor 1/27h in each dimension. For exam- 
ple, the differential element of momentum in three-dimensional momentum space is 
d3p/(27h)3. 
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Fig. 5-2 If the amplitude f(z) 
is roughly periodic with the same 
wavelength as the overlying kernel, 
as shown in (a), then the integral of 
the product of the two functions is 
large. That is, the probability that 
the momentum is p = my/T is large. 

On the other had, suppose the 
wavelengths differ for some new 
function f’(z), as shown in (0). 
Then, when the product is taken, 
the contributions to the integral 
from different values of x tend to 
cancel each other. Now the prob- 
ability that the momentum is my/T 
is small. 

If a new position y’ is chosen as 
a final point, as shown in (c), then a 
new region of the kernel curve over- 
lies the space —b to +b. For a cor- 
rect choice of y’, the wavelength of 
the kernel in this new region is the 
same as the wavelength of f’(x) and 
a large probability results. That is, 
there is a large probability that such 
a particle has the new momentum 
value p’ = my’/T. 


100 5 Measurements and operators 


to the three-dimensional case where the amplitude for the momentum is 


6p) = [ exp {=P} Fo9 atx (55) 


where the wave function f(x) is now assumed to be defined for all points 
in the three-dimensional coordinate space. This is the amplitude that 
the particle has the momentum p at the time t = 0. (Note that it is not 
defined for the time t = J’. The time interval T is part of the measur- 
ing equipment, and it can be varied without changing the momentum 
amplitude.) The square of this amplitude, multiplied by the differential 
momentum element, gives the probability of finding the momentum in 
the interval (three-dimensional) d°p/(27h)? of momentum space. 

We have analyzed a momentum measurement which is based on a 
time-of-flight technique. However, such an analysis can be applied to 
other techniques. The analysis of any technique for measuring momen- 
tum will give the same result for the momentum amplitude. For suppose 
we have two methods or techniques which purport to measure the same 
quantity, momentum. If one gives a different result than the other, we 
have to explain why one or the other apparatus is faulty. So if you will 
grant that the time-of-flight technique is an adequate way to define a 
momentum measurement, any other piece of equipment which measures 
momentum must give the same results P(p) dp for the distribution of 
momenta if the system is in the state f(x). Analysis of any equipment 
which measures momentum must give the same expression ¢(p) for the 
amplitude for momentum p, within possibly an irrelevant constant phase 
difference (i.e., a factor e* with 6 constant). For example, consider the 
following problem. 


Problem 5-1 Consider any piece of experimental equipment de- 
signed to measure momentum by means of a classical approximation, 
such as a magnetic field analyzer. Analyze the equipment by the meth- 
ods outlined in the preceding paragraphs. Show that the same result for 
the momentum amplitude is obtained. 


Transformation to Momentum Representation. We have called 
w(x,t) the amplitude for a particle to be at the point x at the time t. 
We have found that the momentum amplitude is given by 


son= / ae { 2S) Heyes (5.7) 


We shall call this the amplitude that the particle has momentum p at 
the time ¢. 
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It is often useful to analyze problems in this momentum represen- 
tation rather than in the coordinate representation, or, as it is often 
stated, in momentum space rather than in coordinate space. Actually, 
the transformation from one representation to the other is just a Fourier 
transform. Thus if we have the momentum representation and wish to 
find the coordinate representation, we use the inverse transform given 
by 


ve) = [em {=P*! sp.9 ah, (5.8) 


We can describe this last formula in the same physical terms we have 
used to describe the structure of other amplitudes. The amplitude that 
the particle is at the position x is given by the sum over alternatives. 
In this case each alternative corresponds to the product of two terms. 
One of these is the amplitude that the momentum of the particle is p, 
given by ¢(p). The other term, exp{ip-x/h}, is the amplitude that if the 
momentum is p, then the particle is at the position x. This second factor 
is not new to us, for we have discussed such an expression in Prob. 3-4. 

Note that in the transform of Eq. (5.7) the exponent has a minus 
sign. Such a term can be described in a manner parallel to that used 
in the preceding paragraph. Thus we say that exp{—ip-x/h} ts the 
amplitude that if a particle is at position x, it has the momentum p. 


The Kernel in Momentum Representation. We have shown 
(Sec. 3-4) how a wave function at a particular time t, can be obtained 
from the wave function at an earlier time t, with the help of the kernel 
describing the motion of the particle in the intervening time. Thus 


(Xo, to) =f K (00, tai asta) baste) d®xq (5.9) 


It is possible to define a kernel in momentum space which would be used 
in a parallel expression. Thus the momentum amplitude at the time ty, 
can be derived from the momentum amplitude at an earlier time t, by 
d*pa 
d(Po, to) = K (po, to} Pa, ta) O(a; ta) (27h)3 (5.10) 
Substituting in Eq. (5.9) for w(x, t,) the expression of Eq. (5.8) and 
taking the Fourier transform of W(x», ty) to get o(pp, ty), as in Eq. (5.7), 
we see that the kernel in momentum representation is given in terms of 
the kernel in coordinate representation by the expression 


K(po, te Pa; ta) = i e (i/h) pe xe K (xo, ty; Xa, ta )et @/h)PaXa d?x;, dx, 
(5.11) 
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Fig. 5-3 The kernel for a free par- 
ticle in momentum space is unlike the 
kernel in coordinate space. In momen- 
tum space, there is only one path which 
can carry the particle to the momentum 
value pp at the time ty. That single path 
must start at the momentum pag = pp. 
No other paths contribute to the kernel. 


Pa ~ Pb 


For example, the kernel describing the motion of a free particle in 
momentum space is found by using Ko from Eq. (3.3) in Eq. (5.11). The 
result of the integration is 


Ko(Po; tb; Pas ta) = (5.12) 


In 12 
(27h)?5?(py — pa) exp {7 Bete — ta) for ty > ta 


0 for th < tg 


(The last line follows the convention of Eq. (4.28).) The occurrence of 
the Dirac delta function in this expression shows that the momentum 
of a free particle does not change, as diagrammed in Fig. 5-3. However, 
the phase of the momentum wave function changes continuously in ac- 
cordance with the factor e~@/"£t where E = p? /2m. This result given 
by Eq. (5.12) can also be seen directly from Eq. (4.64). 

This momentum-space kernel offers a much simpler representation 
of the free particle than does the coordinate-space kernel. Generally, 
when the particle is not free, but rather moves under the influence of 
a potential, the kernel in momentum representation loses its simplicity. 
But if the effect of the potential can be represented in a perturbation 
expansion, this simplicity is regained (Chap. 6). 


The Energy-Time Transformation. For many applications, par- 
ticularly in relativistic quantum mechanics, it is best to treat the vari- 
ables of space and time in a symmetric manner. Then in transforming 
from coordinate representation to momentum representation we include 
a transformation from time to energy. Thus the complete transformation 
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for a kernel is 


CO CO 
k(po, Eb; Pa, Ea) — ah : ec G/R)P ox ot (U/P)Eote Ke (xy, ty: Xq, ta) 
x et C/R)PaxXae—(i/h) Fate dt dt, d?x, d°xq (5.13) 


The energy E is not equal to p?/2m, but is instead an extra independent 
variable (the coefficient of time) needed to define the kernel. Only if the 
system exists in the same energy state for an infinite time can an exact 
measurement of E be made to establish the relation between energy and 
momentum. 

As an example, we shall work out the kernel for a free particle. For 
this case the integrals over x, and x, have already been worked out, 
with the results given in Eq. (5.12). Thus we are left with the integrals 
over ty and t,. Make the substitution t, = t, +7. Then the double 
integral can be written as 


CO OE ae 2 
/ e(i/h)(Eo—Ea)ta ate | e(t/R)(E,—pa/2m)r ge (5.14) 


—oco 0 


The first of these two integrals is a representation of the Dirac delta 
function. In particular it is 27id(E, — E,). The second integral is of 
the form 


O° . 
i oie dr (5.15) 
0 


This latter integral arises often in quantum-mechanical problems. If w is 
a real number, the integral does not converge. In order to carry out the 
present calculation, we shall replace w with a complex number w + 2e. 
When both w and € are real numbers, with e > 0, the integral has the 
value i/(w + ie). 

Now it would be possible to take the limit of this fraction as € ap- 
proaches 0 and interpret the result simply as i/w. However, such an 
interpretation would lead to incorrect (or rather, incomplete) results in 
further work. The function we are evaluating is a kernel, and in future 
work it will often be integrated (multiplied by some other function) over 
values of w or its equivalent. If € were dropped from the expression, then 
such integrals would have a pole at w = 0, and we would be at a loss 
what to do. 

It would not be correct to take just the principal part of the integral 
at such a pole. This would give the wrong result. In particular, such a 
result would imply that the inverse transform of the kernel would not 
give back the original coordinate representation kernel with which we 
started. Such a transform would differ from the correct kernel in that it 
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would not be zero for values of time less than zero. One way to obtain 
the correct result from such integrals is to place the pole an infinitesimal 
distance above the real axis. This is accomplished by leaving € in the 
expression. 

If we rationalize the expression as 

i i(w — te) iw € 
Uti We wre’ wre oe) 
we can interpret the first term on the right-hand side as i/w and in 
further integrations use the principal part of an integral involving this 
term. The second term becomes 76(w) as € approaches 0, and it is 
to be interpreted as such in further integrations. That is, if a more 
precise mathematical definition is wanted, i/(w+%e€) should be replaced 
by P.P.(¢/w) + 76(w). This means that 


em? dr= lim - 
0 e0+ W + 2€ 


= PP. (=) gee) (5.17) 


(This result is recorded in the Appendix as Eq. A.7.) In all expressions 
containing ¢, a limit as € — 0+ is implied. 

Returning to the evaluation of the kernel, we replace w with 
(E,, — p2/2m)/h to find 

on 4 53 = - : 

ko(Po, Eb; Pa, Ea) = ope (5.18) 
The existence of the delta functions in this expression means that neither 
the energy & nor the momentum p changes during the motion of a free 
particle. These two quantities affect the motion of the particle as shown 
by the remaining pieces of this equation. That is, the amplitude for the 
motion from one point to another of a free particle with energy FE and 
momentum p is proportional to i1/(E — p?/2m + ie). 

Earlier in this section it was mentioned that the energy F is not 
in general identical to p?/2m, but is instead a separate variable. To 
understand the distinction, let us look at the kernel for a free particle, 
which is a wave-like function in time and space and wherein FE is the 
coefficient of time and thus has the properties of a frequency. This 
kernel, given in Eq. (5.12), has the form shown in Fig. 5-4 when plotted 
against the time difference T’ = t, — tg. 
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Fig. 5-4 The real part 
Ko of the free particle ker- 
nel Ko as a function of 
time. The function is 
zero for negative times, 
then starts with a sharp 
jump at T = 0 and con- 
tinues as a cosine wave of 
constant amplitude and 
frequency. 


Ko is zero for T less than zero, and it suddenly begins to oscillate 
at J’ = 0. The transformation from time to energy representation is 
equivalent to a Fourier transformation. Since the wave has a sharp 
beginning (at T = 0), the Fourier transform contains components at all 
frequencies and thus at all energies. If the function extends over a long 
time interval (many periods), then one frequency begins to dominate in 
the Fourier transform. For the free particle this dominating frequency 
corresponds to the energy Ey = p*/2m. 

It is for this reason that the free-particle kernel contains the factor 


4 i 
E, — p2/2m + ie = P.P. (saa) + TO (E, _— p.,/2m) (5.19) 
Here the first term on the right accounts for the transient effects that 
result from the sudden start at J’ = 0. The second term gives the steady- 
state behavior and shows that, if we wait long enough, the only energy 
found is the usual p?/2m; but near T' = 0 the energy is not given by this 
classical formula. 


Problem 5-2 If we transform only the time and not the spatial 
variables, defining 


k(2p, Ep; Za, Ea) = // et G/F) Fete K(x, ty; La, tq )eW o/") Fate dty dta 


(5.20) 
show that for a system with a time-independent hamiltonian H 
‘ 2 bn ( Lb )¢r (Za) 
k(vs, Byte; Ba) = 2h 0s Ea) E, Eon - (5.21) 


where E,, and ¢,(z) are the eigenvalues and eigenfunctions of H. 


5-2 
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MEASUREMENT OF QUANTUM-MECHANICAL VARIABLES 


The Characteristic Function. In the preceding section we have 
shown how an experiment designed to measure momentum leads to a 
definition of a probability distribution for the momentum. That is, from 
the results of a correctly designed experiment we can answer the ques- 
tion: What is the probability that the momentum of a particle is p? 
From the existence of a probability function for momentum we were led 
to the discovery of a wave function or amplitude written in terms of mo- 
mentum variables. In fact, we found that a system could be completely 
described and problems completely analyzed in a momentum-energy rep- 
resentation as well as the space-time representation which we have used 
heretofore. 

These same results apply to physical variables other then momentum. 
If any physical quantity can be measured experimentally, a probability 
function can be associated with it. That is, if an experiment is cap&ble 
of measuring some characteristic A associated with a system (e.g., the x 
component of momentum), then after repeating the experiment several 
times it will be possible to construct the probability function P(a) which 
gives the probability that in any particular experiment the numerical 
values of A will be found to be equal to a. 

In general, it is possible to associate a probability amplitude with 
such a probability function. This amplitude would be defined in terms 
of the measured variable, together with other variables necessary to 
complete the specification. Let us see what is involved by generalizing 
our example of a momentum measurement. First we shall take just one 
dimension, but the extension to several dimensions will be obvious. We 
ask: Does the system have the property G? For example, G might stand 
for the statement: The value of the quantity A is equal to a. We must 
have some way to answer this experimentally. So let us imagine some 
equipment can be designed so that, if it has the property G, the particle 
will pass through the equipment and arrive at a certain location y on 
some screen or meter. 

The probability of this may be written 


a Ricoh (5.22) 


where f(z) is the wave function of the system to be measured, Kexp(y, 2) 
is the kernel for going through the particular experimental apparatus, 


P(G) = 
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and y is the position of arrival for particles with the property G. This 
probability has the alternative mathematical form 


(5.23) 


where we have defined 


g*(t) = Kapl¥;2) (5.24) 


(Defining this as the complex conjugate of a function is just for conve- 
nience, as we shall see later.) So° we can say 


va) = | ” g*(a) f(a) da (5.25) 


is the amplitude that the system has the property G. This concept is 
further described in Fig. 5-5. 

The property is defined by the function g*(z) for the following rea- 
son. Suppose that some other experiment with different equipment, and 
hence a different kernel Kx,’ (y’, £), should be built to measure the same 
property. In this second experiment the particle arrives at y’. Then the 
probability of finding that the system has the property G is 


Ye Kexp' (y', 2) f(x) da o [fo x) dx 


Since the property measured is the same, we must obtain the same 
result in every case for P(G) as we did with the previous experiment. 


(5.26) 


g*(x) . Fig. 5-5 A device designed 


to measure the property G is 
comes | fee) placed between the incoming par- 


ticle (with wave function f(z)) 
and the final point y. The equip- 
ment modifies the kernel for the 


motion (compare Figs. 5-1 and 


f(z) 5-2), making it equal to g*(z). 
The product g*(x) f(x), integrated 
over xz, is the amplitude to ar- 
rive at y after passing through the 


equipment. 
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That is to say, we must have 


| oe)s(a) ae 


—Co 


2 2 


(5.27) 


| | (e)4(@) ae}, = 


—cCo 


for any arbitrary function f(z). This means g*(x) = g’*(x) within at 
least an unimportant constant phase factor e*®. That is, all methods to 
determine the same property correspond (within a phase) to the same 
g*(z). For this reason we call g*(x) the characteristic function of the 
property G. 

We may ask another question. What must the state f(x) beso that it 
is sure to have the property G? (For example, what is the wave function 
for a particle whose momentum is definite?) That is, we wish to find 
an f(x), say F(x), so that the particle going through the apparatus will 
certainly arrive at y and at no other point y. The amplitude to arrive at 
y should be proportional to 6(y — ¥) (that is, zero unless y¥ = y). Hence 


/ ” Kexp(thy2)F(2) dx = &(y —¥) (5.28) 


This we can solve by the relation of the complex conjugate of a kernel 
to its inverse, discussed in Sec. 4-1. We have from Eq. (4.37) 


[Kee th) Kexplts) = 60-9 (6.29) 
so that 
Fla) = Kbg(v,2) = (2) (5.80 


That is, g(x) is the wave function of a particle having the property G 
with certainly. We can say either (1) the particle has the property G or 
(2) the particle is in the state g(x). So we find: If a particle is in a state 
f(z), the amplitude that it will be found in a state g(z) is 


va) = [ ” gt(a) f(a) da (5.31) 


For more dimensions, x becomes a space of several variables. 

We might say loosely: The probability that the particle is in the state 
g(z) is | f g*(x) f(z) dz|?. This is all right if we know what we mean. 
The system is in state f(x), so it is not in g(x); but if a measurement 
is made to ask if it is also in g(x), the answer will be affirmative with 
probability 


(5.32) 
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A measurement which asks “Is the state g(x)?” will always have the 
answer yes if the wave function actually is g(x). For all other wave 
functions, repetition of the experiment will result in yes some fraction P 
(between 0 and 1) of the tries. This is a central result for the probabilistic 
interpretation of the theory of quantum mechanics. 

From all of this we deduce an interesting inverse relationship be- 
tween a wave function and its complex conjugate. In accordance with 
the interpretation of Eq. (5.25), g*(x) is the amplitude that if a sys- 
tem is at position z, then it has the property G. (Such a statement is 
put mathematically by substituting a Dirac delta function for f(z) in 
Eq. (5.31).) On the other hand, g(z) is the amplitude that if the system 
has the property G, it is at position z. (This is just a way of giving the 
definition of a wave function.) One function gives the amplitude for: If 
A, then B. The other function gives the amplitude for: If B, then A. 
The inversion is accomplished simply by taking the complex conjugate. 

Equation (5.31) can be interpreted as follows: The amplitude that 
a system has property G is (1) the amplitude f(x) that it is at x times 
(2) the amplitude g*(x) that if it is at z, it has property G, with this 
product summed over the alternatives z. 


CO 


Problem 5-3 Assume f*(x) f(x) dz, which is the probability 


that a particle of wave function f(z) is somewhere, has been normalized 
to the value 1. Under this constraint, show that the state f(z) which 
has the highest probability of having the property G is f(z) = g(z). 


Problem 5-4 Suppose the wave function for a system is (zx) at 
time t,. Suppose further that the behavior of the system is described by 
the kernel K (2p, ty; Zq,tq) for motions in the interval t, > t > tg. Show 
that the probability that the system is found to be in the state X(z) at 
time t, is given by the square of the integral 


[oe [o-e) 
i / X" (ap) i (Gy; to testa) (ea) dre dep 


We call this integral the transition amplitude to go from state w(x) to 
state X(z). 


Measurements of Several Variables. In the considerations of the 
preceding section we assumed an ideal experiment, which means that no 
quantity besides A could be measured at the same time. That is, we do 
not allow that more than one g(x) would give the same result, but assert 
that the maximum possible amount of information has been obtained 
from the system by a measurement of A. 
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Now in reality it is common for several variables to determine the 
state of a system. For example, if only the x component of momentum is 
measured in a three-dimensional system, no definite g(x) can be defined. 
Both the wave functions exp{ip,z/h} and exp{ip,z/h — ipyy/h} give 
the same value p, for the x component of momentum. So if only pz is 
measured in a three-dimensional system, the particle could be moving 
with any component of momentum in the y direction and not change 
the outcome of the measurement. Nor need the particle come to some 
unique point in the measuring apparatus. All the particles which arrive 
at some line or set of points could have the same value for pz. 

Thus in general, we see that the wave function g(x) defines the prop- 
erty G as follows: A state described by the wave function g(z) is certain 
to have the property G. However, the converse is not necessarily true. 
That is, it is not certain that all sates having the property G are de- 
scribed by the wave function g(x). Only if G includes a specification 
of all the quantities that may be simultaneously measured is the wave 
function completely defined by G. Even then there remains an undefined 
(and unimportant) constant phase factor e*°. 

It is easy to make the necessary extension of the characteristic func- 
tion g*(x) when the ideal experiment requires the measurement of more 
than one variable. Thus suppose we have a set of quantities which we 
shall call A, B, C, ..., and which can all be simultaneously measured 
in an experiment: For example, the x component of momentum, the y 
component of momentum, etc. Suppose we can completely describe the 
state of a system by specifying the numerical values a, b, c,... assigned 
to these quantities. That is, we completely describe the state by saying 
whether or not it has a certain property. In this case the property in 
question is that the value of A is a, the value of B is b, etc. Furthermore, 
suppose that no additional information (information not derivable from 
a knowledge of the numerical values of A, B, etc.) could be obtained 
simultaneously by any means. 

Imagine we have an experimental setup capable of measuring all 
these quantities, i.e., capable of telling us whether or not the state has 
the property that the value of A is a, etc. We shall call the characteristic 
function of such a property 


9” (2) = Xa b,¢,...(2) (5.33) 
This function is, of course, a function of the numerical values a, ), 
c, .... which the experiment is set up to measure, as well as the co- 


ordinate variable z. 
Suppose the system is in state f(x). Then the probability that the 
experiment would show that the value of A is a, the value of B is }, 
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etc. (i.e., the probability that the state has the property in question), is 


2 


P(a,b,¢,...) = / Xa,b,c,... (2) F(@) dx (5.34) 


Transformation Functions. Suppose the system is actually in the 
state Xqw,c’,...(Z), that is, the value of A is a’, etc. Then with our 
experiment the probability of finding the system in a state described by 


a, b, c, ... is zero unless a=a’,b=0b',c=c',.... This means that, 
with suitable normalizing factors, we have 
[o-e) 
[Srey l@%a ry! p(B) dv = 5a a!)6(—B)B(C—e) + (6.35) 
—oo 


The function X,,,.(z) is the amplitude that if the system is in 
the state described by a, 6, c, ..., then it will be found at z. The 
function X%»....(z), which we have called the characteristic function, is 
the amplitude that, if the system is at z, it will be found in the state 
specified by a, b,c, .... 

If the system is in the state f(x), then 


[o.e) 

Paton =f Xesenut)f(a) de (5.36) 
—o0o 

is the amplitude to find the system in the state specified by A having 

the value a, B having the value 8, etc. 

The quantities Fa,,... are Just as good a representation of the state 
as the function f(z, y, z,...). In fact, if we know the function Fy4.¢,... we 
can reproduce the function f(z, y,z,...) by means of an inverse trans- 
formation. 

The function Fay,... is called the A, B, C, ... representation of 
the state. (In the preceding section we had an example of this in the 
momentum representation.) The function f(z, y, z,...) is the customary 
coordinate representation, or Z, y, 2, ... representation, of the state. 
Transformations between the two are carried out with the help of the 
functions X and X*. In particular, the function NE Bi Ms y,zZ,...) isthe 
transformation function going from the z, y, z, ... representation to 
the A, B, C, ... representation, while the function Xo,b.c,...(Z,y, Z,---) 
is the transformation function going in the opposite direction. Thus the 
inverse of the transformation given by Eq. (5.36) is 


Fie; Y, 2+ ) = ye >: S> aa | iy ane Oe ee eh Y,%, + ‘) (5.37) 
a b c 


5-3 
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This says that the amplitude to be found at z is the amplitude Fo a,c... 
to be found with A=a, B=6,... times the amplitude X,5.,..(x) to 
be at x if A=a, B =), etc., summed over alternatives a, b, c,.... 


Problem 5-5 Assume that the function f(z,y,z,...) can be rep- 
resented by 


Ta, Y,%)-- :) ys S> S> i Hoe) Mobiola ds, Byes ) (5.38) 
a b c 


By substituting this relation into Eq. (5.36), and using the orthogonal 
properties of X as defined by Eq. (5.35), show that Fy yo = Fa,b,c,...+ 


Problem 5-6 Suppose A, B, and C are the three cartesian com- 
ponents of momentum pz, py, Pz. What is the form of the function 
Xa,b,c(Z, y, Z)? Using the results of Sec. 5-2, verify the relations obtained 
in Sec. 5-1. 


Problem 5-7 Suppose that the A, B, C, ... representation does 
not correspond to either coordinate representation or momentum repre- 
sentation, but instead is some third way of representing the state of the 
system. Suppose we know the function Xq,5.c,...(Z,Y,2,---) which per- 
mits us to transform back and forth between coordinate representation 
and A, B, C, ... representation. Suppose further that we know the 
transformation function necessary to transform back and forth between 
coordinate representation and momentum representation. What then is 
the function necessary for the transformation between momentum rep- 
resentation and A, B, C,... representation? 


OPERATORS 


Expected Values. We can develop a few further properties of these 
transformation functions. Let us try to answer this question: A system 
is in a state specified by the wave function f(x), and the quantity A 
is measured. If the measurement is repeated many times, what is the 
average value which will be obtained for A? We shall denote this average 
value (sometimes called the expected value) by the symbol (A). 

Suppose it is possible, in principle, to measure simultaneously sev- 
eral physical quantities A, B, C, ..., where a measurement of A could 
produce any one of a continuous or discrete set of values {a}, a mea- 
surement of B could produce any one of a continuous or discrete set of 
values {b}, etc. The probability of obtaining one particular set of values 
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a, b,c, ... is |Fa,b,c,...\?. So the probability of obtaining a particular 
value a in a measurement of A, irrespective of the values taken on by 
B,C,... (for example, if B, C, ... were not measured at all) is 


gare TRONS dl (5.39) 


In this equation summations are carried out over all possible values in 
the continuous or discrete sets of {b}, {c}, . 

The average, or expected, value resulting from a measurement of A is 
obtained by multiplying the probability of Eq. (5.39) by a and summing 
the result over all possible values of a. Thus 


Ay Sy, eal Eiges |? (5.40) 
a b c 


The need for computing such expected values arises frequently in 
quantum-mechanical problems. It is useful to have available formulas 
which simplify such computations. This subject, the subject of oper- 
ators, was discussed briefly in Sec. 4-1. Now we shall develop a few 
additional results. However, nowhere in this book shall we attempt a 
really thorough study of operator calculus, since several excellent works 
along this line are already available.’ 


The Operator. Let us try to express the expected value of A 
directly in terms of the original wave function f(z). Note first that the 
absolute square of Fa.5¢,... can be written as 


LP gee ile = | i ee ae (5.41) 
Then, using Eq. (5.36), we can write 
=O ef Mrele fede | Xap6,..(0') Fle") de’ 
a b c —oo —CoO 
[o-e) 
= ; f*(x) R(x) de (5.42) 
In the second line of this equation we have made use of the substitution 
- / Ga(,2') f(a’) da! (5.43) 
—0oo 


where we have written 
Ga(z, 2’) =D 2 De Nebel Oxane Ae) (5.44) 


1For example, see P.A.M. Dirac, “The Principles of Quantum Mechanics,” Claren- 
don Press, Oxford, 1947. 
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Equation (5.43) says that the function R(x) results from the function 
f(z) as the result of an integration performed with the help of a linear 
integral operator G(z,z2’) associated with the quantity A. Often an 
equation like Eq. (5.43) is symbolized by the notation 


R=Af (5.45) 


where A stands for linear operator which operates on the function f. 
In the present case A stands for the operation displayed on the right- 
hand side of Eq. (5.43), that is, multiplication by the function G4 and 
integration. The operator A is associated with the physical quantity A. 
Using this notation, we can write 


=-[ rare dz = i [Pr @ieate,2) fle) ax! ae 
(5.46) 


Problem 5-8 Note that Eq. (5.44) implies G%4(z, 2’) = G,(z2’,2). 
With this in mind show that for any two wave functions g(x) and f(z), 
both of which approach 0 as x goes to oo, 


[ : g*(x)Af (a) dx = a ‘ (Ag(a)}* f(x) dex (5.47) 


Any operator, such as A, for which Eq. (5.47) holds is called hermitian 
(see Eq. 4.30). 


Problem 5-9 The transformation function between space represen- 
tation and momentum representation is 


Xa,bje(x) = e(t/P)P% (5.48) 


(see Prob. 5-6). Choose the physical quantity A as the momentum pz 
in the x direction. Show that the function G4 is 


G.i6,2) = “He — 2 \d(y — y')d(z — 2’) (5.49) 


d 
where 6’(x) = —6(x). With this result determine the operator corre- 


sponding to the x component of momentum and show that the expected 
value of this component of momentum can be written as 


rot ag 
(Dz) =e grt is ant (5.50) 
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Problem 5-10 Suppose the quantity A corresponds to the x coor- 
dinate of position. Show that the correct formula for the expected value 
of x results when the function G4(z, x’) is taken to be 


G,(x,2') = 26(x — 2')5(y — y')6(z — 2’) (5.51) 


and the operator corresponding to z is simply multiplication by z, that 


Xf(x) = f(z) (5.52) 


Eigenfunctions and Eigenvalues. The wave function Nate ae) 
as discussed in Sec. 5-2, shows a particularly simple behavior when sub- 
jected to the operation A. Thus 


AX spi CE) = GX Ghee, AL) (5.53) 


Problem 5-11 Show that this last result is true. 


When a function X satisfies an equation such as (5.53), we say that 
X is an eigenfunction of the operator A associated with the eigenvalue a. 

If two physical quantities can be simultaneously measured, then the 
operators associated with these quantities, A and B, for example, satisfy 
an interesting relationship, namely, A(Bf) = B(Af). This relation says 
that the result of performing one operation after the other is the same 
regardless of the order in which the operations are performed. In this 
case the two operators are said to commute: 


A Ba Bis A 


In general, we cannot expect the commutation relation to hold be- 
tween operators, but in this special case it does. The reason for this is 
that if A and B are physical quantities which can be measured simul- 
taneously, they can form part of a set A, B, C, ... of simultaneously 
measurable quantities with a single characteristic function X,b,c,...._ If 
the operator B is substituted for A and the value b is substituted for a 
in Eq. (5.53), the result is still valid, so 


A(BX) = A(bX) = b(AX) = bax = abX (5.54) 
which is true, since a and 6 are just numbers. Now also 
B(AX) = B(ax) = a(BX) = abx (5.55) 


A comparison of these two equations proves the commutation of the 
operators A and B when acting upon any of the functions X,4.c,.... Since 
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both these operations are linear (i.e., they do not involve computations 
with higher powers of the function X), the commutation relation must 
also apply to any linear combination of the X functions. 

If the X functions constitute a “complete set” (which is typical) we 
can construct any function at all from such a linear combination. So 
the operation AB and the operation BA give the same result on any 
function; that is, they commute. 


Problem 5-12 Show that the x coordinate of position and the 
x coordinate of momentum are not simultaneously measurable quanti- 
ties. 


There are situations in which a set of commuting mathematical op- 
erators A, B, C, ... are already known and it is required to find the 
functions (the eigenfunctions) which are associated with them. This 
requires solving a set of equations such as 


AX =aX  BX=bX CX=cX «=. (5.56) 


For example, suppose the operator se momentum in the g, y, z 


directions pz, Py, Pz are given as -~—, -~~-, ~;-. What are the 
10x 1 Oy i O0z 

eigenfunctions of this set of operators corresponding to a state in which 

Dz has the value a, py has the value 6, and p, has the value c? (These 


are, of course, the eigenvalues.) We must solve the equations 
—-— =ax —-~ = bx —-— = cx (5.57) 


and the solution is some arbitrary constant times e“/")(¢*+byt+cz) | This 
agrees with our previous knowledge that a particle with a definite mo- 
mentum p has the wave function e(/”)P*, 


Interpretation of Energy Expansion. Various expressions in- 
volving ¢p(z) can be interpreted more completely now. For example, 
consider the expansion in Eq. (4.59) of the kernel in terms of the solu- 
tions ¢p(xz) of a constant hamiltonian 


Kaptan ty Oa (aner Bale Oe) (5.58) 


We notice first that ¢,(xz) is the amplitude that if we are in energy 
state n, we are at position z. Therefore, from our previous discussion 
(Sec. 5-2), 6% (x) is the amplitude that if we are at x, we are in n. Now 
let us interpret Eq. (5.58) this way. The amplitude to get from position 
Lq at time t, to position xp at time ty is the sum over alternatives. This 
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time the alternatives will be divided into the various energy states in 
which the transition can be made. Thus we must sum over all of the 
energy states n the product of the following terms: 


1. $%(£q), which is the amplitude that if we are at z,, then 
we are in the energy state n. 

2. e (i/h)En(te—ta) which is the amplitude to be in energy 
state n at the time t, if we were in the energy state n at 
the time t,.1 

3. ¢,(Zo), which is the amplitude to be found at 2, when we 
are in the energy state n. 


Problem 5-18 Discuss the possibility of interpreting ¢,(z) as a 
Xa,b,c,...(¢) function discussed in Sec. 5-2. That is, say ¢n(x) is the 
transformation function to go from the z representation to a represen- 
tation specified by n (energy representation). 


tThere is no amplitude to change the state. That is the importance of these 
particular states ¢n(Z). 


The Perturbation Method 
in Quantum Mechanics 


6-1 


IF a quantum-mechanical system is subjected to a potential energy which 
introduces only quadratic terms into the action, then we have seen in 
Sec. 3-5 how the resulting motion can be determined with the path 
integral method. However, many of the interesting potentials which 
arise in quantum-mechanical problems are not of this special type and 
cannot be handled so easily. In this chapter we shall develop a method 
of treating more complicated potentials. The method which we discuss, 
called the perturbation expansion, is most useful when the potential is 
comparatively weak (compared, for instance, to the kinetic energy of the 
system). 

Although the perturbation expansion can be developed along strictly 
mathematical lines, it is capable of an interesting physical interpreta- 
tion. This interpretation, which we shall also present, leads to a deeper 
understanding of quantum-mechanical behavior. 

In the second section of this chapter we shall undertake a special 
application of the perturbation method. We shall consider the motion of 
an electron when it is scattered by an atom. In describing the scattering 
interaction we shall find useful the classical notion of a cross-sectional 
area which the atom presents to the impinging electron. Although this 
area is related to the actual size of the atom, we shall find that its 
complete description depends upon the quantum-mechanical aspects of 
the interacting system. 


THE PERTURBATION EXPANSION 


The Terms of the Expansion. Suppose a particle is moving in a 
potential V(z,t). For the present, the motion will be restricted to one 
dimension. Then the kernel for motion between the points a and 0 is 


ene i ‘eo {t [ (4? — v(a,t)) at} De(t) (6.1) 


The subscript notation Ky is used to remind us that the particle is in 
the potential V. The notation Ko denotes the kernel for the motion of 
a free particle. 

In some cases the kernel Ky can be determined by the methods 
already studied. For instance, in Sec. 3-6 we determined the kernel 
for the harmonic oscillator subject to an outside force f(t). Here the 
potential was (see Eq. 3.65) 


2 


Vat) = “ a? — f(t)z (6.2) 
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In general, we have found that if the potential is quadratic in z, the 
kernel can be determined exactly, whereas if it is sufficiently slowly vary- 
ing, the semiclassical approximation is adequate. There are some other 
types of potentials which can be successfully treated with the help of 
Schrodinger’s equation. Now we are studying a technique which is often 
useful if the effect of the potential is small. 

Suppose the potential is small, or more precisely, suppose the time 
integral of the potential along a path is small compared to h. Then the 
part of the exponential of Eq. (6.1) which depends upon V(z,t) can be 
expanded as 


ty Lf af : 
toa V(at)dt+ 5 (—F V(x, dt] sr (6.3) 


ta 


which is defined along any particular path z(t). 
Using this expansion in Eq. (6.1) results in 


Ky(b,a) = Ko(b,a) + K™ (b, a) + K (b,a) + --- (6.4) 


where 


Rae [ heal [3 La 4} x(t) (6.5) 


i Y i} ° mM. 
a a 


. i "Vi (ala) a) a } "V(a(s"),8")ds'Da(t) (6.7) 


a a 


and so forth. To avoid confusion in the integrals over V, we call the 
time variables s, s’, etc. 


Evaluation of the Terms. First consider the kernel K“!). We wish 
to interchange the order of integration over the variable x and the path 
z(t). We write 


: ty 

K(b,a) = -5 ‘l F(s) ds (6.8) 
ta 

where 


F(s) = | exp F / : ia it} V (x(s), 8) Dz(t) (6.9) 
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Fig. 6-1 A particle starts from a and moves 
as a free particle to c. Here it is acted upon, 
or scattered, by the potential V(x(s), s) = Vo. 
Thereafter, it moves as a free particle to b. 
The amplitude for such a motion is given in 
Eq. (6.10). If this amplitude is integrated 
over all possible positions of the point c, the 
result is the first-order term in the perturba- 
tion expansion. 


The path integral F'(s) can be described as follows. It is the sum over 
all paths of the free-particle amplitude. However, each path is weighed 
by the potential V(a(s),s), evaluated at time s. The only characteristic 
of the path x(t) which is involved in this particular V is the position of 
the path at the particular time t = s. This means that before and after 
the time s the paths involved in F(s) are the paths of an ordinary free 
particle. The situation is sketched in Fig. 6-1. 

Using the same arguments which led to Eq. (2.31), we divide each 
path into two parts, one before the time t = s and one after this time. 
To be specific, we shall assume that each path goes through the point 
L- at this division time. Later on we shall integrate over all values of 
Zo. If we denote the point x,(s) by c (that is, s = t.), then the sum 
over all such paths can be written as Ko(b,c)Ko(c,a). This means that 
F(s) = F(t.) can be written as 


F(t.) = i Roth OW Ge PROC ede (6.10) 
Substituting this into Eq. (6.8) gives [with V(c) = V(2¢, t-)| 
° th fo 
K(b,a) = 5 / Kolb, \V(o) Kole, a) dts dt, (6.11) 
ta J —CO 


The path integral (6.6) has been evaluated as an ordinary integral (6.11). 

Here the limits on the integral over x have been written as -too. 
In a practical problem the limits will be established by the potential 
(which in most cases drops to 0 when x becomes very large) or by the 
equipment, which restricts the range of z. 


Interpretation of the Terms. Equation (6.11) is very important 
and very useful, so we shall develop a special interpretation to help think 
about it physically. We call the interaction between the potential and 
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the particle a scattering; thus we say that the potential scatters the 
particle and that the amplitude to be scattered by a potential is —(i/h)V 
per unit volume and per unit time. 

With this interpretation we can describe Ky in the following way. 
Ky is, of course, a sum over alternative ways in which the particle may 
move from point a to point b. The alternatives are: 


1. The particle may not be scattered at all [Ko(b,a)]. 

2. The particle may be scattered once [K“) (6, a)]. 

3. The particle may be scattered twice [K)(b, a). 
Etc. 


In accordance with this interpretation, the various paths of the particle 
are diagramed in Fig. 6-2. 

Each one of these alternatives is itself a sum over alternatives. Con- 
sider, for example, the kernel for a single scattering, K“!)(b,a). 


b b 


A (1) 
b 
Je : 
- 3) ; (4) 


Fig. 6-2 In (1) a particle moves from a to b through the potential V without 
being scattered. The amplitude for this is Ko(b,a). In (2) the particle is 
scattered once at c as it moves through the potential V. The amplitude 
for this is K“(b,a). In (3) the particle is scattered twice with the amplitude 
K@) (b, a). And in (4) it is scattered n times, the last scattering taking place at 
c. The total amplitude for motion from a to b with any number of scatterings 
is Kot KO 4 K() Pant Tose Ss 
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One of the alternatives which comprise this kernel consists of the fol- 
lowing motion. The particle starts at point a, moves as a free particle 
to the point x.,t- = ¢, is there scattered by the potential V(c), after 
which it moves as a free particle from point c to the final point b. The 
amplitude for this path is 


h 


(Remember that in our convention we are using the motion of the par- 
ticle is traced by reading the formulas from right to left.) 

The construction of this amplitude follows the rule stated in Sec. 2-5, 
namely, that the amplitudes for events occurring in succession in time 
multiply. The completed form for the kernel K“) is obtained by adding 
up all such alternatives by integrating over x, and t,, as indicated in 
Eq. (6.11). 

Using this reasoning, we can write down the kernel K) for double 
scattering immediately as 


Kolb,¢) | Vue. at Kelea) (6.12) 


i 


K(b,a) = (—5) : Ki OVOREaVG Rid. ednan 
(6.13) 


where dt = dxdt. Reading from right to left, this formula means: The 
particle moves as a free particle from a to d. At d the particle gets 
scattered by the potential V(d) at that point. It then moves as a free 
particle from d to c, where it is scattered by the potential V(c). After 
that it moves from c to b, again as a free particle. We sum over all the 
alternatives, namely, all places and times that the scattering may take 
place. 

Here we have tacitly assumed that t. > tg. In order to avoid the 
complication of having to introduce this assumption explicitly in each 
such example, we shall make use of the convention adopted in Chap. 4 
(Eq. 4.28) and assume 


K(b,a) =0 for ty < ty (6.14) 


Then Eq. (6.13) is correct without restrictions on the range of integration 
of t. and tg. 

The reader may wonder what happened to the factor 5 which appears 
in Eq. (6.7) but is omitted in Eq. (6.13). Note that in Eq. (6.13) the 
range of integration for tg is still from t, to t,; however, the range of t, 
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has been restricted (by the definition of Eq. (6.14)) to lie between tg and 
ty. This restriction cuts the value of the double integral in half. To see 
this more clearly, suppose the double integral of Eq. (6.7) is rewritten 


a V(2(s),s)V(a(s’), 8’) ds’ ds = (6.15) 


; V(a2(s),s)V(x(s’), 8) ds’ as+ | [ V(a4s),8)V (a(s),8!) ds ds 


The first term on the right-hand side of this equation satisfies the 
restrictions implied by Eq. (6.14). By interchanging the order of inte- 
gration, the second term on the right-hand side can be rewritten as 


ae V(x(s), s)V(2(s’), s’) ds ds’ (6.16) 


If the variable names s and s’ are interchanged in the last expression, 
the value of the double integral remains the same. (This useful result 
is recorded in the Appendix as Eq. A.12.) This means that the first 
and second terms on the right-hand side of Eq. (6.15) are equal, so each 
one is half the value of the original double integral. This same sort of 
argument accounts for a factor 1/n! in the expression for K(™). 


Problem 6-1 Suppose the potential can be written as U+-V, where 
V is small but U is large. Suppose further that the kernel for motion 
in the potential of U alone can be worked out (for example, U might 
be quadratic in x and independent of time). Show that the motion in 
the complete potential U + V is described by Eqs. (6.4), (6.11), (6.13), 
and (6.14) with Ko replaced by Ky, where Ky is the kernel for motion 
in the potential U alone. Thus we can consider V as a perturbation 
on the potential U. We can say that —(i/h)V is the amplitude to be 
scattered by the perturbing part of the potential (per unit volume and 
per unit time). Ky is the amplitude for the motion in the system in the 
unperturbed potential U. 


Problem 6-2 Suppose a system consists of two particles which 
interact only through a potential V(z,y), where x represents the coor- 
dinates of the first particle and y represents the coordinates of the second 
(see Sec. 3-8 and Eq. 3.75). Apart from this interaction, the particles 
are free. If V were 0, then K would be simply a product of the two 
free-particle kernels. Using this fact, develop a perturbation expansion 
for Ky (Zp, yo, to; La; Ya, ta). By what rules of physical reasoning can the 
various terms in this expression be described? 
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AN INTEGRAL EQUATION FOR Ky 


Before applying the results of the preceding paragraphs to a special 
example, we shall develop some mathematical relations involving the 
kernels and wave functions of systems moving in a potential field. Using 
the results so far obtained, we can write Eq. (6.4) as follows: 


Ky (b,a) = Ko(b, a) — 5 | Kol (b, c)V (c)Ko(c, a) dt. (6.17) 


a6 *) y Ko(b, c)V(c) Kole, d)V (d)Ko(d, a) dtedta ++: 


Alternatively, this expression could be written as 
Ky (b,a) = Ko(0, a) (6.18) 
-; | Kolb, 9V(e ) | Kole,a) - + | Kole,av(@) (d)Ko(d,a) dtag +--+} dre 


The expression in square brackets has the same form as Eq. (6.17). In 
both cases the sums extend over an infinite number of terms. This means 
that Ky can be written as 


Ky(b,a) = Ko(b, a) — 5 | Kol (b,c)V(c)Ky(c, a) dt~ (6.19) 


which is an exact expression. This is an integral equation determining 
Ky if Ko is known. (Note that for the situation described in Prob. 6-1, 
Ko would be replaced by Ky.) Thus the path integral problem has been 
transformed into an integral equation. 

This last result can be understood physically in the following way. 
The total amplitude for the transition of the system from a to b, with any 
number of scatterings, can be expressed as the sum of two alternatives. 
The first alternative is the amplitude that the transition takes place with 
no scatterings, which is expressed by Kg. The second alternative is the 
amplitude that the transition takes place with one or more scatterings, 
which is given by the last term of Eq. (6.19). In this last term the point 
c can be thought of as the point at which the last scattering takes place. 
Thus the system moves from a to c in the potential field with its motion 
exactly described by Ky(c,a). Then at point c the final scattering takes 
place, after which the system moves as a free system (without scattering) 
to the point b, as represented by the kernel Ko. This interpretation is 
diagramed in Fig. 6-3. 
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(1) (2) 


Fig. 6-3 In (1) the particle moves from a to b through the potential V as 
a free particle, described by the amplitude Ko(b,a). In (2) the particle is 
scattered one or more times by V, with the last scattering taking place at 
c. The motion from a to c is described by Ky(c,a), and that from c to b 
by Ko(b,c). A combination of the two situations, when all positions of c 
are accounted for, covers all possible cases and gives Ky(b,a) in the form of 
Eq. (6.19). 


a 


Since the last scattering could take place at any point in space and 
time between a and b, the amplitude for this composite motion, repre- 
sented by the integrand of the last term of Eq. (6.19), must be integrated 
over all possible positions of the point c. 


Problem 6-8 For a free particle, Eq. (4.29) reduces to 
fe 0? 
am Bak 


0 4 
—_Ka(b = 
Oty aPie) a> h 
Show, from this result and Eq. (6.19), that the kernel Ky satisfies the 
differential equation 

0 ic[,. ce Oe 

ie (er pe eee se 
ae | am Ou 


Ko(b, 0] = 5(ty — tq)d(xp — Bit) (6.20) 


Ky(b,a) + V(b) Kv (8, a] 
= O(ty — ta)d(Xp = Gs) (6.21) 


AN EXPANSION FOR THE WAVE FUNCTION 


In Sec. 3-4 we introduced the idea of a wave function and discussed 
some relations between wave functions and kernels. Equation (3.42) of 
that section shows how the wave function at time t, can be obtained 
from the wave function an earlier time t, with the help of the kernel 
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describing the motion of the system between the two times. For our 
present purposes this equation can be written as 


o) = | Kv Ke Gai aens (6.22) 


where f(a) is the value of the wave function at the time t = ta (that 
is, f(a) is a function of x), ~(b) is the wave function at the later time 
t = t,,' and we suppose that between the two times the system is moving 
in the potential V, with the motion described by the kernel Ky (0, a). 

If the series expansion (Eq. 6.17) for Ky is substituted into this 
equation, the result will be a series expansion for w(b). Thus 


i) = | Kol Kotha) fa) ae, (6.23) 


-; | Ko(b,c)V(c)Ko(c, a) dtef (a) dag +-- 


The first term of the series gives the wave function at the time ty, 
assuming the system to be free (or unperturbed, in case Ky is to be 
substituted for Ko) between the time t, and ty. Call this term ¢. Thus 


8) = | Kol (b, a) f(a) dxq (6.24) 


Using this definition, the series of Eq. (6.23) can be rewritten as 


p(b) = o(b) — 5 | Rel (b, c)V (c)(c) dre (6.25) 


‘ i) i Ko(b,c)V (c)Ko(e, d)V (4) (4) dre dra + ++ 


In this form the series is called the Born expansion for w. If only the 
first two terms are included (thus only through first order in V), the 
result is the first Born approximation. It involves a single scattering by 
the potential V. This scattering occurs at the point c. Up to this point 
the system described by w(c) is free; and after the scattering, the system 
moves from c to b, again free, and described by Ko(b,c). An integral 
must be taken over all the possible points at which the scattering occurs. 
If three terms of the series are used (thus through terms of second order 
in V), the result is called the second Born approximation, etc. 


TNote that our convention that K(, a) is zero for ty < ta makes Eq. (6.22) invalid 
if ty < ta, but we shall not use it in this range of t values. 
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Problem 6-4 Using arguments similar to those leading to Eq. (6.19), 
show that the wave function ~(b) satisfies the integral equation 


a 
V(0) = 80) — 5 | Kolb,)V(QU(6) ar (6.26) 
This integral equation is equivalent to the Schrdédinger equation 
OW. A 


Working in one dimension only, show how the Schrédinger equation may 
be deduced from the integral equation. 


THE SCATTERING OF AN ELECTRON BY AN ATOM 


Mathematical Treatment. We have developed the concepts and 
formulas of the perturbation treatment in a somewhat abstract frame- 
work. Now, to develop a physical understanding of the perturbation 
method, we shall discuss the specific problem of the scattering of a fast 
electron by an atom. We envision an experiment in which a beam of 
electrons bombards a target, such as a thin foil of metal, and then is 
collected by some suitable counter, as shown in Fig. 6-4. 


Fig. 6-4 Electrons boil off a hot filament at a, are screened into a beam by 
collimating holes in s and s’, and then strike a thin-foil target at O. Most of 
the electrons pass straight on without being scattered (if their energy is great 
enough and the target is thin enough), but some are deflected by interactions 
with the atoms in the target and scattered, for example, through an angle @ 
to b. As the counter at b is moved up and down, the relation between the 
relative number of scatterings and the scattering angle 8 can be measured. 
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Suppose the energy of the scattering particles is determined by a 
time-of-flight method. That is, we release an electron from the source at 
one time, say t = 0, and ask for the chance that it arrives at the counter 
after some delay T. We can then make direct use of our result for the 
amplitude K(b,a) to go from one place to another in a definite time. 

We shall simplify the problem by assuming that either the foil is so 
thin or the interaction is so weak that each electron can interact with, 
at most, one atom. Actually, this assumption is quite realistic for many 
scattering experiments. Furthermore, most multiple scatterings can be 
analyzed in terms of the simple scattering from one atom. Thus we shall 
discuss the interaction between a single electron and a single atom. 

The center of the atom will be taken as the center of a coordinate 
system in which the electrons are released at the point a, as in Fig. 6-5, 
at the time t = 0. A counter placed at the point b tells us whether or 
not, at the time t = T’, the electron arrives at the point b. We shall 
make the following approximations: 


1. The interaction can be represented by a first-order Born 
approximation. That is, the electron is scattered only 
once by the atom. 

2. The atom can be represented by a potential® V(r) fixed 
in space and constant in time. 


Actually, the atom presents a very complicated system interacting 
with the electron, and the interaction between the electron and the atom 
is really more complicated than can be represented by a simple potential 
V(r). The electron could excite or ionize the atom and lose energy in 


Fig. 6-5 The geometry of the scattering problem. The electron starts at a and moves 
as a free particle to c, where it is scattered by the atomic potential V(x.). After 
the scattering, it moves as a free particle to the counter at b, which is located at 
the end of vector x, from the scattering center O. In this process, the electron has 
been scattered through the angle 6, measured from the direction of the nonscattered 
beam. This process corresponds to the first-order Born approximation. If the amplitude 
for two scatterings, say, at d and c, is included, then the result is the second-order 
approximation, etc. 
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the process. It can be shown, however, that if we consider only elastic 
collisions between the electron and the atom, so that the atom is in 
the same energy state after the collision as it is before, then when the 
approximation (1) is valid, approximation (2) is valid too. 

Let xg and x, be the vectors from the center of the atom to the 
points at which the electron is released and detected, respectively. In 
the calculations we shall take x, and x, to have lengths much larger 
than the radius of the atom. That is, we shall assume that the atomic 
potential V(r) becomes negligibly small at distances much smaller than 
|x| and |xp|. Thus during most of its flight, the electron will be moving 
as a free particle, and only in the vicinity of the origin will it be exposed 
to the potential. 

The first-order Born approximation contains two terms, only the 
second of which is of interest to us here. The first term is the kernel 
Ko(b, a) for the motion of the electron from a to b as a free particle, and 
it has already been studied sufficiently. The term of interest is then 


K(b,a) = -< i Kalb. OV OR eGye: (6.28) 


4 a m i. im|xp — Xe? 
= —— SS exp ¢ ——___—__—— 
AJ Jo \2rih(T — te) 2h(T — te) 


m oe im|Xe — Xl? 3 
x V(x exp ( ————— » dt, d°x 

(Xe) (=) . { Dit, } eve Pas 
Here we have used x, as the vector from the origin to the point c, and 
d°?x, represents the product of the differentials of all the components of 
the vector x,. The integral over t,. gives (see Appendix, Eq. A.5) 


K)(b, a) = —+ ( ue aes (6.29) 


1 it am 
— + — ——(Rog + Rye)? } V(X) d? 
* / Ge = ze) oe { ORT = . be) \ (Xe) = 
where Req = |Xc — Xq| and R,. = |x, — x-|. Using these definitions, as 
well as rg = |X| and rp = |xp|, we write 


DxaeXe-.. (Xe? a 
ies = Ta (1 oe 5 : + mr) ~ Ta + ig*Xc (6.30) 
Ta Ta 
2Xp°X x,|? ae : 
Rips = tp (1 = ° eae ms) Th — ly*Xe (6.31) 
" " 


where ig and iy are unit vectors in the direction of —xg and x», respec- 
tively (that is, i, = —x,/Ta), and we have made use in the approxima- 
tion the fact that rg is much larger than any value of |x,| for which the 
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potential is not negligible. It is necessary to keep the first-order terms 
in |x,| only in the argument of the exponential, since this factor is quite 
sensitive to small relative changes in phase. Here we need 


(Rea + Roe)? © (ra + 1b)? + 2(Ta + 1b) (iatXe — ipeXe) (6.32) 


Using these approximations, the kernel can be written as 


Opie (Vie a Sy 
Bie) 5 eens) so ene Py sane +76) (6.33) 


x ; exp ‘i pp (Ta +16) (ia*Xe — ib: chal V (Xe) Xe 


Physical Interpretation. We can deduce some of the physical 
characteristics of the motion from a study of Eq. (6.33). In the time T 
the electron has traveled the total distance of rg +r. Thus its velocity 
during this time is u = (ra + T»)/T and its energy is mu” /2, while its 
momentum has the magnitude mu. In writing these expressions we are 
making the assumption that the energy of the electron is not changed 
by the scattering process. 

That these values for the velocities, energy, and momentum are con- 
sistent can be verified from an inspection of the exponential factor ap- 
pearing in front of the integral of Eq. (6.33). The phase of this expo- 
nential term is im(ra + 7,)*/2hT, and the derivative of this phase with 
respect to T’ gives the frequency as 


m (ra +15)? 


With wu defined as above this means that the energy is mu?/2 (see 
Eq. 3.15). 


Differentiating the phase with respect to ry, yields the wave number 
at the point b as 


MTa tp 
h T 


which means that the magnitude of the momentum is mu (see Eq. 3.12). 


i (6.35) 


Problem 6-5 The integral over t, in Eq. (6.28) can be performed 
approximately using the method of stationary phase. By studying the 
application of such a method to this integral, show that most of the 
contribution to the integral comes from values of t, near the region 
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te = Tq/u, the time at which the electron would arrive at the center of 
the atom if it moved in a classical manner. 


With the velocity of the electron defined as u = (ra + T)/T define 
the incoming vector momentum p, as 


Po = Mui, (6.36) 
and the outgoing vector momentum py as 
Pp = Muip (6.37) 
Then Eq. (6.33) can be written as 
5/2 mu 
RO te. Saas amu 
CA, Ca Tron h 2 eee) 


« feo gla yal} 
exp 
A 
Call the negative change in momentum, or the momentum transfer, 
P= Pa Ps 
and define the quantity u(p) as 


v(p) = i (P/E) V(r) dr (6.39) 


The probability that an electron arrives at the point b is given by 
the square of the absolute value of the kernel Ky(b,a). Thus the prob- 
ability will depend upon the first term in the series expansion of this 
kernel, namely, Ko(b,a), which is likely to be so large as to completely 
overshadow the small perturbation term K“)(b, a). 

For this reason it is customary in most scattering experiments to 
collimate the incoming beam with suitable shields so that those elec- 
trons which are not scattered by the atoms in the target are confined to 
the region of a particular line (or direction), as shown in Fig. 6-6. Of 
course, there will be some diffraction by the collimating shields, such as 
that studied in Secs. 3-2 and 3-3, which means that some nonscattered 
electrons will appear outside this central beam. However, with suit- 
able collimation, and for positions suitably far away from the collimated 
beam, the number of electrons diffracted by the collimator will be very 
small compared to the number scattered by the atoms in the target. 

In such a region the probability of arrival for an electron is given, 
at least to first order, by the square of the absolute value of K (1)(b, a) 
alone. Using Eqs. (6.38) and (6.39), this probability is 


Soume 7 (en) Feggn ae 


unit volume 4? \2ah/) Tr2r? 
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In this last expression the factor v(p) contains the characteristics of 
the atomic potential and the dependence of the kernel upon the relative 
directions of xg and x». It is completely independent of the dimensions 
of the experimental equipment. The effects of such dimensions are rep- 
resented by the remaining factors of Eq. (6.40). For example, the term 
1/r2 can be easily seen to result from the idea that the chance for an 
electron to actually hit the atom varies inversely as r?. The application 
of such an idea might be questioned in this experiment in view of the fact 
that we have supposed some collimating shields are present. However, 
this collimation has a negligible effect over atomic dimensions. From the 
point of view of a target atom the beam of oncoming electrons appears 
to consist of electrons spreading in all directions from a single source. 

In a similar manner, after the scattering, the electrons spread out 
again in all directions from the scattering atom. Thus the chance per 
unit volume to find an electron in the counter varies inversely as r?. 
Since the more interesting features of the experiment are contained in 
the function u(p), we shall give special attention to this function in the 
next section. 

The additional factors depend on the particular normalization of 
our kernel. We can interpret the formula more easily if we give it as 
a ratio. We compare the probability of finding a scattered particle 
at b to the probability of finding one at a point d behind the atom 
at the same total distance rg + rp (and at the same time T, to keep 
the velocity the same) if no scattering occurred, as shown in Fig. 6-7. 
That is, we calculate P(d) per unit volume, as if no atom were present. 


Fig. 6-6 Principle of collimation to eliminate the zero-order term at b. Only 
electrons which have been scattered at least once can get from a to b with 
any reasonable probability. Thus the zero-order term in the perturbation ex- 
pansion of Ky(b, a) will contribute a negligible amount and can be neglected. 
The first term of importance is K“)(b, a). 
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Ta =F Tp 


Fig. 6-7 If d and b are the same total distance from O, namely rp, then 
the difference (or ratio) of numbers of electrons arriving at the two points 
can depend only on the scattering phenomenon. If d is in the direct line of 
nonscattered electrons, the ratio of the number arriving at b to that arriving 
at d if no scattering source were present is the probability of scattering to b. 


The result is |Ko(d, a)|? or 


P(d) m \8 u 
at ea na A eae = ose 4 
unit volume (x5) TAPAS T eA (6.41) 
so that 
P(b) ue : w (ta + ry)? 
P(d) (<5 Uo err an (6.42) 


We shall interpret the last factor geometrically in the next section, where 
we shall also give more detailed attention to the function u(p). 


The Cross Section for Scattering. It is convenient to describe 
the characteristics of an atom in a scattering experiment by means of the 
concept of a cross section. The utility of such a concept stems from the 
convenience of thinking along the lines of classical physics. The cross 
section da/dQ is defined as the effective target area (from a classical 
point of view) of the atom that must be hit by an electron in order 
that the electron be scattered into a unit solid angle. This solid angle 
is measured around a sphere whose center is at the atom. The cross 
section is thus a function of the scattering angle, i.e., the angle between 
Xq and x». In terms of such a classical model we can determine the 
probability that an electron arrives at the point b. 

If particles starting from the origin were to hit a small target of area 
do at distance rag, these particles would be removed from the region 
d, where they would have spread out over an area [(rg + T»)/Ta]? do. 
Instead they are sent out in a solid angle dQ toward 6b and are therefore 
spread out over an area ip dQ there, as shown in Fig. 6-8. Hence the 
ratio of the probability of finding them at b to that of finding them 
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2 
do Lrgt hp) +") do 


/ Me 


Fig. 6-8 Particles striking an area do of the target are deflected through 
an angle @ into an area measured by the solid angle dQ. If no target had 
been present, those particles would have proceeded to point d. Instead, they 
proceed to point 6, spreading out into the area re dQ. The probability of 
finding a particle at d is inversely proportional to the area over which the 
beam would have spread in arriving at d. Similarly, the probability of finding 
the particle at b is inversely proportional to the area re dQ over which the beam 
of scattered particles spreads in traveling from the target to b. If we take the 
ratio of these areas, we have the inverse ratio of the associated probabilities. 
From this point of view we say that all of the particles which hit the target 
area do are scattered, and through a particular angle @. Of course, actually 
only a few particles which hit the target are scattered at all and only a fraction 
of these through the angle 0. Thus, the area element do which we have used 
in this calculation is the effective cross-sectional area for scattering through 
the angle 0 measured in terms of the element of solid angle dQ into which the 
particles are scattered. 


at d if there were no target is the inverse ratio of these areas, 


FAD) =. (Iai 9) Ral? 
P(d) r2 dQ 


On comparing Eqs. (6.42) and (6.43), we see that the cross section per 
unit solid angle is 


do m \? 
san (saz) we! (6.44) 

The main advantage of an expression in terms of cross section instead 
of using Eq. (6.40) directly is this: Equation (6.44) does not depend on 
particular experimental conditions, so the cross sections obtained in one 
or another experiment can be directly compared, whereas probabilities 
per unit volume cannot be. 

It must be emphasized that this idea of an effective target is purely 
classical and is convenient in recording scattering probabilities. There is 


(6.43) 
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no direct relation between it and the size of the atom, nor is the scatter- 
ing mechanism to be thought of as localized exactly over such an area. 
For example, the shadow one would expect to find classically behind the 
target is not there in the classical sense (with sharp boundaries); for 
since we are dealing with a wave phenomenon, there is diffraction into 
the shadow. 


Special Forms of the Atomic Potential. The results obtained 
when the atomic potential V(r) is assumed to have various forms are 
shown in the following problems. 


Problem 6-6 non the potential is that of a central force. Thus 
V(r) = V(r). Show that v(p) can be written as 


ioe "(sin ) BOLE (6.45) 


Suppose V(r) is 3 ene potential —Ze?/r. In this case the integral 

for u(p) is oscillatory at the upper limit. But convergence of the integral 

can be artificially forced by introducing the factor e~*" and then taking 

the limit of the result as e — 0. Following through this calculation, show 

that the cross section corresponds to the Rutherford cross section 

doRuth Z Arn’ Ze _ aa (6.46) 
dQ pe 16(mu?/2)? sin* (6/2) 


where e = charge on a proton 
p = 2psin(6/2) = 2musin(6/2) (6.47) 
? = angle between the vectors i, and iy 


The result of Prob. 6-6 is, accidentally, exact. That is, the first- 
order Born approximation gives the exact value of the probability for 
scattering in a Coulomb potential. This does not mean the higher-order 
terms are zero; it means, rather, that they contribution only to the phase 
of the scattering amplitude. Since the probability is the absolute square 
of the amplitude, it is independent of the phase. Thus a first-order Born 
approximation, which gives the correct value for the probability, is not 
exact for the amplitude. This case of a Coulomb scattering is amusing, 
for there is also another accident. A completely classical treatment of 
such a scattering problem, i.e., treating the electrons as charged point 
masses, gives the same result. 


Problem 6-7 Suppose the potential energy V(r) = —ed(r) is the 
result of a charge distribution p(r) so that 


V°d(r) = —4rp(r) (6.48) 
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By assuming that p(r) goes to 0 as |r| — oo, multiplying Eq. (6.48) by 
e'(B/R)- and integrating twice over r, show that vu(p) can be expressed 
in terms of p(r) as 


2 
u(p) = - Sa fe p(x) dr (6.49) 


An atom can be represented in terms of its charge density. At the 
nucleus the charge density is singular, so that it can be represented as a 
Dirac delta function of r of strength Ze, where Z is the atomic number 
of the nucleus. Then if p.(r) is the density of atomic electrons, u(p) is 


22 
u(p) = —S z = / el (P/F) 5 (x) Br (6.50) 
The quantity in the brackets is called the form factor for electron scat- 
tering. (Incidentally, a similar form factor appears in X-ray scattering. 
The theory of X-ray scattering shows that only the atomic electrons, 
and not the nucleus, contribute to the scattering. Thus the form factor 
for X-ray scattering is the same but with the Z omitted.) 


Problem 6-8 In an atom the potential follows the Coulomb law 
only for very small radii. As the radius is increased the atomic electrons 
gradually shield, or cancel out, the nuclear change until, for sufficiently 
large values of r, the potential is zero. The shielding effect of atomic 
electrons can be accounted for in a very rough approximate manner with 
the formula 


V(r) = 22 eis (6.51) 


In this expression a is called the radius of the atom. It is not the same 
as the outer radius of the atom as used by chemists, but instead is given 
by a9/Z1/8, where the Bohr radius is ag = h?/me? = 0.0529 nm. 

Show that in such a potential 


e An Ze? 
"=~ TR + ay (6.52) 
and hence 
Ded, 
da Ze (6.53) 


dQ. (mu? /2)?[4 sin?(6/2) + (fi/pa)?)? 


The total cross section or is defined as the integral of da/dQ over the 
unit sphere; thus 


An 
d 
ge / mali9) (6.54) 
0 
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In the present example show that 


9 (2Ze? /uh)? 


(6.55) 


Problem 6-9 Suppose we introduce that fact that the atomic nu- 
cleus has a finite radius given by 


ry = 1.2 fm x (mass number)!/? (6.56) 


and assume that the nuclear change is distributed approximately uni- 
formly in a sphere of this radius. What is the effect of this assumption 
on the cross section for the scattering of electrons by atoms at large 
values of the momentum transfer p? 

Show how the nuclear radius can be determined along with some of 
the details of the nuclear charge distribution by making use of this effect. 
How large must the momentum p of the incoming electrons be in order 
to produce an appreciable effect? Would one observe more carefully the 
large or small scattering angles? Why? 

Note: In this type of experiment the required electron momentum is 
so high that actually the relativistic formula EF = ,/(mc?)? + (pce)? -—mc? 
must be used to find the kinetic energy. So, strictly, we should not 
be allowed to use nonrelativistic formulas to describe the interaction. 
However, the relations between momentum and wavelength and between 
energy and frequency are not changed in the relativistic region. Since it 
is the wavelength which determines the resolving power of this “electron 
microscope,” the momentum calculated by nonrelativistic formulas is 
still correct. 


Problem 6-10 Consider a diatomic molecule containing two atoms, 
A and B, arranged with their centers at the points given by the vectors 
a and b. Using the Born approximation, show that the amplitude for 
an electron to be scattered from such a molecule is 


KO) = ei(/A)- 5 4 (5) + eB/O-P £9 (p) (6.57) 


where f, and fg are the amplitudes for scattering by the two atoms 
individually when each atom is located at the center of a coordinate 
system. (Within the Born approximation, these f values are real for 
spherically symmetric potentials.) The atomic binding does not change 
the charge distributions around the nuclei very much (except for very 
light nuclei such as hydrogen) because the binding forces affect only a 
few of the outermost electrons. 
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Using Eq. (6.57), show that the probability of scattering at a partic- 
ular value of p is proportional to f% + f2+2fafpcos(p-d/h), where d 
isa—b. 


Problem 6-11 Suppose the diatomic molecules are oriented in a 
random fashion. Show that the electron scattering averaged over a group 
of such molecules is proportional to 


sin(|p||d|/h) 
Ip||d|/h 


How can this result be generalized to the case of polyatomic molecules? 


fat fe+2fafe 


These results form the basis of electron diffraction techniques which 
make possible the determination of the form of molecules. The values 
of f computed through the Born approximation are real and the result 
is valid for electron energies usually used in diffraction experiments on 
molecules (the order of 1 keV). However, if the molecule includes the 
very heaviest atoms, such as uranium, the atomic potential is too large 
for the results to be adequately described by the Born approximation, 
and small corrections are necessary. 


Problem 6-12 Assume that V(r) is independent of time and show 
that the time integral of the second-order scattering term K ©) (b, a) gives 


a 
(2) m y" |) Roe + Rea + Raa 
a (6 ars 5 (ns )( ae RycReaRaa Oe) 


xX eXp { sup (Re + Reg t+ Raa)? } V (xa)V (Xe) d°x, d°xq 


where the points a, d, c, and 6 are arranged as shown in Fig. 6-9. The 
term R.g stands for the distance from point d to point c, etc. 

Assume that V(r) becomes negligibly small at distances which are 
short compared to rg or ry. Show that the cross section is given by 
do/dQ = |f|?, where the scattering amplitude f, including the first- 
order term, is 


=. i( /h)» et(p/h) Rea i( /h)s 3 3 
(ea) [fe WP EILEEN (X : ares Ra Vg eH a xd xa 


+ higher-order terms (6.59) 


Here py, is the momentum of the electron traveling in the direction of 
Xp, and p, is the momentum of the electron traveling in the direction 


6-4 The scattering of an electron by an atom 141 


Fig. 6-9 To increase the accuracy of scattering calculations, we can take 
account of second-order terms in the perturbation expansion. Here, as in 
Fig. 6-2 (3), we picture the electron as being scattered at two separate points 
in the atomic potential. Thus the electron starts at a; moves as a free particle 
to d, where it is scattered; then moves as a free particle to c, where it is 
scattered again; and finally moves as a free particle to b, where it is collected 
by the counter. The points d and c can lie at any position in space. The 
atomic potential at these positions depends upon the radius vectors xg and 
Xc-, measured from the center of the atom 0. 


of —x,. The magnitude of the momentum is p, and it is approximately 
unchanged by an elastic scattering of the electron from the (relatively 
massive) atom. 


One might expect that in a situation in which the Born approxima- 
tion is not adequate it would be worthwhile to compute the second-order 
term as a correction. But in practice it seems that in this application 
Eq. (6.59) is a kind of asymptotic series. If the second term makes an 
appreciable correction (say 10 per cent or more) the higher terms are 
not much smaller and the true correction cannot be gotten easily by this 
method. Of course, if it is a problem in which the errors of the Born 
approximation are small (say less than 1 per cent), the second term will 
be adequate to find the corrections. 


The Wave Function Treatment of Scattering. In the scattering 
experiment which we have described we have assumed that the initial 
state of the incoming electron was that of a free particle with momentum 
Pa. We have assumed that the value of the momentum is determined 
by a time-of-flight technique (i.e., the total time required to travel the 
distance rg + % is T). 

It is not necessary to use such a technique. Any device which enables 
us to determine the momentum is equally satisfactory. So suppose we 
generalize our picture of scattering phenomena with the help of the wave 
function method. 
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Suppose the incoming electrons have momentum pg, and energy 
Eq = p2/2m. Then the wave function for the incoming electrons is 


a(x, t) = et(Pe/f)-xe—(i/h) Eat (6.60) 


Then, using the first two terms of Eq. (6.25), the wave function for the 
outgoing electrons is, to first order, 


- te 
1 : = 
7 hh | Ko(Xs, to} Xe, te) V (Xe, pe Parti te Wires aX: dt 
0 

The first term represents the alternative of the particle passing through 
the potential region without scattering. The second term represents the 
alternative of the particle scattering, summed over all possible scattering 
locations. This second term is called W,(xp, ty), the scattered wave. 


Problem 6-13 Assume that V(r, t) is independent of time. Sub- 
stitute the free-particle kernel Ky into Eq. (6.61) and integrate over t, 
to show® that 


th(xp, ty) = en /B)Bats eteastm (6.62) 
m ei(p/h) Ree 

Oh? Roe 
where Az, is the distance from the variable point of integration x, to the 
final point x, and p is the magnitude of the momentum of the electron. 
Once again suppose that the potential drops to 0 for distances which 


are short compared to either rg or ry. Show that Eq. (6.62) can be 
written as 


V (x, )et(Pe/f) xe d?x, 


(6.63) 


i(p/h)r 
W)(xp, ty) = e C/E ate etme + 


Th 


where the scattering amplitude f(@) is defined in terms of u(p) (see 

Eq. 6.39) as 
m 

= v(p 6.64 
£(0) =~ 5vB) (6.64) 
The last term of Eq. (6.63), f(@)e%?/")"* /r,, can be thought of as the 
spatial part of the scattered wave function. It has the form of a spherical 
wave radiating outward from the center of the scattering atom. The am- 
plitude of this spherical wave at some particular scattering angle depends 
upon that angle through the function f(@) which, by Eq. (6.64), varies 
with the momentum transfer p. Thus the complete wave function for the 
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Fig. 6-10 An electron, represented by its equivalent wave, moves toward 
the atom at 0. The strongest amplitude is for the electron to continue on 
undisturbed as a plane wave with momentum p,. A weaker amplitude is for 
the electron to be scattered and move away from O as a spherical wave. The 
resulting amplitude of ending up at some point b, located at x», relative to 
the atom at 0, is then made up of two parts. The first is the nonscattered 
amplitude given by the plane wave e'(Pa/h)-X» To this is added the scattered 
wave of spherical form e‘“?/")"> /r, times the scattering amplitude f(@). The 
combination of these two waves gives the spatial part of the scattered wave 
function. 


electron after scattering can be thought of as the sum of two terms. The 
first term is the plane wave of the nonscattered alternative, e%(Pe/%)-*» | 
and the second term is the spherical wave of the scattered alternative, 
as indicated in Fig. 6-10. Use this point of view to derive the formula 
for the cross section da /dQ. 


Problem 6-14 Use the wave function approach to discuss the scat- 
tering of an electron from a sinusoidally oscillating field whose potential 
is given by 


V (x,t) = U(x) coswt (6.65) 


Show that in the first-order Born approximation the energy of the out- 
going wave is changed by either +hw or —hw. What happens in the 
higher-order terms? 
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TIME-DEPENDENT PERTURBATIONS 
AND TRANSITION AMPLITUDES 


The Transition Amplitude. An especially useful form of the per- 
turbation theory occurs if the unperturbed problem corresponds to a 
potential U independent of time, for then we have seen in Eq. (4.59) 
that the unperturbed kernel can be expanded as (now in one dimension 
for convenience) 


Ky (6, a) = Di bal xLv)d jer einen (tote) for ty > te (6.66) 


in terms of the eigenfunctions ¢,(z) and eigenvalues E,, of the unper- 
turbed hamiltonian. Let us look at our series for Ky(b,a) after sub- 
stituting this expression for Ky. Writing out the first two terms, it is 
(compare Eq. 6.10) 


Ky(b, a) = 2a tal xp) b* (@a)e7 /R) Em (tote) 


7 ‘sy [ fr bmn (Lb) G*, (Le)e” O/B m (tote) 


x V (Lo, te) bn (Le) P* (tq )e~ W/) Bn (beta) dar, dt.e 
Sea (6.67) 


It is clear that within each term the variable xz, will appear in some 
energy eigenfunction, like ¢* (xq), and the xy likewise, so we can always 
write Ky in the form 


Ky(b, a) = 21d Amn( tb, ta) bm (to) bn (2a) (6.68) 


where the 4’s are coefficients depending on ty, tg. We shall call these 
coefficients transition amplitudes. To zero order in V, this must reduce 
to Ky, so to this order Amn = Omne */™)2n (tote), If we expand » in a 
series in increasing orders of V, we obtain 

Amn = Smne UP) Bate) 4. XC) +O) 4. (6.69) 


and comparison to Eq. (6.67) shows 


\@) -i ff $* (te) (6.70) 
mn h m\wc ‘ 
ta J -0O 


x V (te, te)bn(te)e~ 0/) Bm (tote) + En (tote )] die dt, 
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Problem 6-15 Recall that in Prob. 5-4 we defined a particular 
integral as the transition amplitude to go from state w(x) to state X(z). 
Show that the function A,,, satisfies this definition when the initial state 
is the eigenfunction ¢,,(z) and the final state is the eigenfunction ¢,,(z). 


Define, for brevity, 
Vnn(te) = | Oia (ae)V (es te)n (te) de (6.71) 


(This is called the matrix element of V between states m and n.) Then 
Eq. (6.70) can be written 


AG) = ze h)(Bmty—Ente) fo Vann (te)et /P)Em—En)te dt, (6.72) 
te 
This is an important result of the time-dependent perturbation theory. 
The coefficient Amn is the amplitude for the system to be found in 
state m at time ty if it was in state n at time tg. Suppose the wave 
function at tg was ¢n(£_). What is it at tp? Using Eq. (3.42), we can 
express the wave function at ty, as 


[ v0,0)6n(20) daa = Sry (t») | dba) (te) de 
ais ra —0o 
= De Ajnd; (zo) (6.73) 


That is, the wave function at ty is in the form S> Onin Es): 


This expansion in terms of eigenfunctions ‘was first introduced in 
Eq. (4.48). Now we can assign a deeper meaning to the constants Ci. 
We can interpret C’,, as the amplitude that the system is in state ¢,,(z). 
In this particular case, Ci, = Amn is the amplitude for the system to be 
in state g(x) at time ty ifit was in ¢p(x) at time to. 

With no perturbation acting, a system once in state n is always in 
state n, with an amplitude varying in time. So, to zero order, 


den = Ome il ME n (to —ta) 

We can interpret the first-order term by the rule (see Fig. 6-11) that: 
The amplitude to be scattered from state n to state m within a time dt 
is —(4/h)Vinn(t) dt. 


Problem 6-16 Interpret Eq. (6.71) as a sum over alternatives; i.e., 
identify the alternatives. 
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t 


Fig. 6-11 A system initially in 
the nth energy state is subjected 
to a potential V which “scat- 


n+] ters” the system into all of the 
states available to it. The ampli- 
n tude for scattering into the mth 
state is proportional to Vmn. In 
n-| particular, the amplitude to be 
scattered from the state n to the 
state m in the time interval dt is 
initial state final state ~ (#/P)Vnn(t) at. 


Problem 6-17 Interpret Eq. (6.72) by explaining the meaning of 
each term. Then explain and verify the equation for the second-order 
coefficient 


De: Bee ts 
{ois (-;) / / eW W/MEm tte (4, 6.74 
me 2 mg (te) (6.74) 
x eI Eset) Vasigje “Heats dtq| dt. 


Problem 6-18 Derive and interpret the integral equation 


Minn (to, ta) = Smne i/M) Bm (tote) eas 
u : —(2 sae 
aoe [ eo (i/h) Em (te—te) 3 Ving (te Aga testa) dts 


Jj 


Problem 6-19 Consider Xnn(tp) as a function of the final time tp. 
Show, using either Eq. (6.75) or (6.69), that 


d 1 
Hy mn (to) = EmAmn (to) a X Ving (to) Ajn (to) (6.76) 


Give a direct physical interpretation of this result. Next, deduce this 
result directly from the Schrédinger equation. Hint: Use Eq. (6.73) and 
substitute into the Schrédinger equation. Note that Eq. (6.76), with 
the initial condition Amn(ta) = mn, could be used to determine the ’s 
directly. 
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We can interpret all of the terms in Eq. (6.69) using the rule that 
—(i/h)Vinn(t) dt is the amplitude that the potential V will scatter (or 
induce a transition) from a state n to a state m during the time interval 
dt. We can go from the state n to the state m by 0, 1, 2, or more 
scatterings. We can go directly between the two states, i.e., with no 
scatterings, only if m = n. Thus the first term in the expansion is 
proportional to dmn. 

The second term, given by Eq. (6.72), gives the amplitude that the 
transition will take place as the result of a single scattering. The ampli- 
tude for the particle to be found in the initial state n is e~(¢/")2n(te—ta) 
at the time t,.. (In this case the phrase “to be found in the state n” 
should be interpreted as “available for scattering from the state n by 
the potential V.”) The amplitude to be scattered by the potential V(t.) 
from the state n to the state m is —(i/h)Vinn(t-). Finally, the amplitude 
to be found in the state m (which in this case means “the amplitude that 
the state m shall be available to the particle at the time the scattering 
takes place”) at the time t is proportional to e~(/*)Em (tot) This 
scattering (at time t.) can take place at any time between t, and ty. 
Therefore, an integration over the time t, is carried out between these 
two end points. 

The third term, given by Eq. (6.74), is the amplitude for a transition 
as the result of a double, or second-order, scattering. The first scattering 
takes the system from its initial state n to the intermediate state 7 at 
time tg. The system then stays in this state until the time t,, when its 
availability for scattering is again measured by an exponential function, 
e— (i/h)E;(te—ta) Another scattering takes place at the time t, and carries 
the system from the state 7 to the state m. We integrate over all of the 
possible alternate times for the scatterings at tg and t,, requiring only 
that tg be earlier than t,. Next, we add over all the possible states 7 into 
which the system may have been scattered in the intermediate interval. 

The terms of Eq. (6.69), which we have just interpreted, give the 
results of the general time-dependent perturbation theory. It is applica- 
ble when the unperturbed system has a constant hamiltonian and thus 
definite energy values. Next, we shall study some special cases of this 
theory in more detail. 


First-order transitions. First, let us take the case that the final 
state m is different from the initial state n and let us consider only the 
first Born approximation, i.e., the second term in Eq. (6.69). The result 
will be applicable for small values of V. The amplitude that we make 
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the transition from n to ™ is 


. tp 
t _(4/h)(Emts—Enta 1/h)(Em—En )t 
AS astm eRRD F Veer ae: Gir) 
This is a very important special formula in the time-dependent pertur- 
bation theory. Suppose as a first example that V(z,t) = V(z) is not an 
explicit function of time. If we take the interval of time from 0 to 7’, 
then since Vinn is constant, we have 


. P 
NG) et G/h)(Emty—Enta) = =; Vim f et (i/h)(Em—En)t dy 
) 


et(i/h)(Em—En)T _ 1 g 8s 
eg side 
The probability of a transition during the time interval T is then 


[Vinn|* +2 (Em = E,)T 
(E,, — E.)2 Asin ys 


We see that for at least a long interval T' this probability is a rapidly 
oscillating function of the energy difference E,, — E,. If E,, and Ey, 
differ appreciably, i.e., if |E, — En| >> |Vmn|, this probability is very 
small. This means that the probability that the energy in the final state 
will be modified appreciably from that in the initial state by a very weak 
constant perturbation is very small. One might ask: How can the energy 
be expected to change at all by the large amount E,, — Ey as a result 
of the small disturbance Vin»? The answer is that we have considered 
V to start suddenly at the time ¢t = 0, and the definiteness of this time 
permits, by the uncertainty principle, a large uncertainty in the energy 
(see Eq. (5.19) and associated discussion). 


P(n > m) = |AD |? = (6.79) 


Problem 6-20 Suppose V is turned on and off slowly. For example, 
let V(x, t) = V(zx)g(t), where g(t) is smooth, as shown in Fig. 6-12. 


sett fort <0 
Lew for0<t<T/2 
g(t) = eee : (6.80) 
1—detV@-T) for T/2<t<T 
ze VT) for fF et 


The rise time of the function g(t) is 1/y. Supposing that 1/y <« T, 
show that the probability given by Eq. (6.79) is reduced by a factor 
{1 + [(Em — En)/hy]*}~*. In this definition of g(t) we still have a 
discontinuity in the second derivative with respect to time. Smoother 
functions make still further reductions. 


6-5 Time-dependent perturbations and transition amplitudes 149 


g(t) 


0 im t 


Fig. 6-12 The potential effecting the transition from n to m is turned on and 
off slowly with the time variation g(t), shown here. As this time factor becomes 
smoother (e.g., as discontinuities appear in successively higher derivatives) the 
probability of a transition becomes smaller. 


If it should happen that FE,, and FE, are exactly the same energy, we 
find P(n > m) = |Vmn|?T?/h?. This grows as the square of the time. 
It means that a concept of “transition probability per unit time” is not 
meaningful in this case. This formula holds only for T short enough 
that |Vinn|T < fh. It turns out that if only two states of exactly the 
same perturbed energy are involved, the probability of being found in 
the first goes as cos?(|Vinn|T'/h) and of being found in the second as 
sin? (|Vinn|Z/h), while our formula is only a first approximation to this. 


Problem 6-21 Consider the special case that the perturbing po- 
tential V has no matrix elements except between the two states 1 and 
2; and further, suppose these states are degenerate, that is, suppose 
Ey = Ep. Let Vig = Voi = v and let Vi1, Veo, and all other V,n,, be zero. 
Show that 


v°T?2 = y* T4 vT 
r —— + —— —-::-+=cos — 6.81 
= on | 24K! h er) 
T no aT 
ee = ~isin (6.82) 


Problem 6-22 In Prob. 6-21 we have Vi. = V1, so that Vj2 is real. 
Show that even if Vj. is complex, the physical results are the same (let 


v = |Vi9)). 


Such systems swing back and forth from one state to the other. A 
further conclusion can be drawn from this result. Suppose the pertur- 
bation acts for an extremely long time so that |Vinn|T >> h. Then if the 
system is investigated at an arbitrary time 7’, which is somewhat indef- 
inite, the probabilities of being in either the first or second state are, 
on the average, equal. That is, a small indefinite perturbation acting 
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for a very long time between two states at the same energy makes these 
states have equal probability. This will be useful when we discuss the 
theory of statistical mechanics in Chap. 10. 

The case of great importance is that in which the values allowed 
for Em, the energy of the final state, are not separate and discrete but 
lie in a continuum, or at least are extremely closely spaced. Let us 
say that p(E) dE is the number of states in the range of energy EF to 
f&+dE. Then we can ask for the probability to go to some state in this 
continuum. First we see that to go to any state for which |E,, — E,| is 
large is very unlikely. It is most likely that the final state will be one of 
nearly the same energy as the initial F,, (within an error +|Vin,|). The 
total chance to go into any state is 


S- P(n— m) = > Ve (6.83) 
~ | Vina? eT lB) dE, 


The quantity {4sin?|(Ej, — En)T/2h]}/(Em — En)? is very large if 
Em &© En, reaching a maximum of T?/ h, whereas it is much smaller if 
E,, and E,, differ appreciably (relative to h/T), as shown in Fig. 6-13. 
Thus almost all the contribution to the integral over E,, comes when 
Em is in the neighborhood of the value E,. 

If |Vinn| varies slowly enough with m that we can replace it with a 
typical value, and furthermore if p(F,) likewise does not vary rapidly, 


sin2x 


a2 


—3n 20 —T ) Tl 21 3n it 


Fig. 6-13 In this figure the energy difference Em, — En is replaced by the vari- 
able z. When these two energies are approximately equal (thus z is very small) 
the function (sin? x)/xz? approaches its maximum value. For large values of 
the difference the function becomes very small. Thus, in expressions involving 
this function, the most important contributions come from the central region, 
that is, the region where the two energies are approximately equal. 
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then to a good approximation we can replace the integral of Eq. (6.83) 
by the expression 


a, 

; sin*|(L, — E,)T/2h] 
A Vine | (En) | (E.. —E,,) dE mn, (6.84) 
Since [(sin? x) /ax?] dx = 7, the integral of Eq. (6.84) has the value 


—oo 
mT /2h and we obtain the result that the probability for a transition to 
some state in the continuum is 


2 
P(n > m) = = Van |? o(En)T (6.85) 


and that the energy in the final state is the same as the energy in the 
initial state. 

From these results we can write the probability of a transition per 
unit time in the form 
dP(n > m) 

dt 

where M,_,m is called the matrix element for the transition and p(£) 
is the density of levels in the final state. In our case Mn_.m is Vinn. If 
we went to a higher-order expansion of A, it would be more compli- 
cated. Another way to write this expression is that the probability of a 
transition per unit time from state n to some particular state m is 


dP(n — m) 
dt 
Then when we sum over a group of final states, only those with energies 
Em = En survive. Since S-( \— ‘ic \p(Em) dEm, we get as a result 


m 


20 
= |My —ml?0(E) (6.86) 


= = |Mn+ml?8(Em — En) (6.87) 


Eq. (6.86). 

We may illustrate Eq. (6.86) by an example which we have previ- 
ously discussed from a different point of view, namely, the scattering 
of an electron in a potential (see Sec. 6-4). Suppose an otherwise free 
particle has an interaction with a potential V(r) and we wish to dis- 
cuss the scattering of this particle from an initial state of a definite 
momentum to a final state with another definite momentum in a new 
direction. We suppose that the state n, the initial state, is a plane wave 
of momentum p, so that the wave function $,(x) is e@Pe/")*/V/Vol 
(where “Vol” is the volume of the enclosing box as described in Sec. 4-3). 
Likewise, suppose the final state is a plane wave of momentum py so that 
the wave function ¢m(x) is e#(Pe/")'*/./Vol. The matrix element Vmn is 


1 : 1 
= —t(p/R)-X17 (x) et(Pa/h)*x By = __y(B 6.88 
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where p = Pg — pp. In the scattering, the energy will be conserved so 
that p?/2m = p?/2m. This means that the magnitudes of momenta pa 
and py are the same. Let us call that magnitude p, so that 


[Pe] = |Pal = P 

By our usual convention for writing differential elements of momentum, 
the number of states which have their momenta in the volume element of 
momentum space d°p, is Vol d?p,/(27h)? = Vol p? dp dQ/(27h)?, where 
dQ is the element of solid angle which contains the momentum vector 
py. An element dE of the energy range is connected to the element of 
momentum space by 


2 
dE =d (=) me (6.89) 
2m m 


Thus the density of momentum states for particles traveling into the 
solid angle dQ is 
Vol 
(27h)° 
Substituting these relations into Eq. (6.86), we find the probability of 
transition per second into the element of solid angle dQ to be 


oe = ES loB)P (6.91) 
(Qrh” (2nh?)2 Vol 
We define an effective target area or cross section for scattering into 

dQ as do (see Sec. 6-4). The number of particles that will hit this area 

in time dt is the cross-sectional area times the velocity of the particles 
coming in, Ua = pPa/m, times dt, times the density of incoming particles. 

Thus 

dP doug 

dt —-‘Vol 


Therefore the cross section is 


idee (3) (B)P (6.93) 


p(£) = mp dQ ——, (6.90) 


(6.92) 


dQ onh? 
which is exactly what we obtained in Eq. (6.44). 


Problem 6-23 Show that the same result is obtained for do/dQ if 
the wave functions ¢(x) have the specific normalization of unity for a 
box of unit volume, e.g., bn (x) = e@(Pe/h)-x 


Problem 6-24 Suppose that the potential V is periodic in time. 
For example, suppose V(z, t) = V(x)(e**? +e7**). Show that the prob- 
ability for a transition to take place is small unless the final state is one 
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of the two values (1) Egna: = initial + hw (corresponding to an absorp- 

tion of energy) or (2) Egnai = initial — hw (corresponding to an emission 

of energy). This means that Eq. (6.86) is unchanged, but the density of 

states p(£) must be calculated at these new values of £. Or, in analogy 

with Eq. (6.87), we have 

dP(n—m 20 

arin =) = = |Mn—m|"[5(Em — E, — hw) + 6(Em — En + hw)| 
(6.94) 


Problem 6-25 It has been argued that the equations of the elec- 
trodynamics must, like those of mechanics, be converted to a quantized 
form on the basis of the photoelectric effect. Here an electron of energy 
hw is occasionally emitted from a thin layer of metal under the influence 
of light of frequency w. Is this impossible if matter obeys the quantum 
laws but light is still represented as a continuous wave? What arguments 
can you adduce for the necessity of giving up a classical description of 
electrodynamics, in view of the results of Prob. 6-24? 


Problem 6-26 Suppose we have two discrete energy levels £; and 
FE, neither of which is in the continuum. Let a transition be induced by 
a potential of the form V(z,t) = V(zx)g(t). Show that the probability 
of transition is 


P(1 > 2) = |Vi2|?|6(wo)|?/F? (6.95) 


if g(t) is representable by the Fourier transform 
os yt dW 
= wt — 6.96 
att) = | olwyert (6.96) 
and wo = (E2 — E,)/h. 


If g(t) is a statistically irregular function familiar from the theory of 
noise (called filtered white noise), the value of ¢(w) given by the inverse 
transform 


g 
soy= / g(t)e~™* de (6.97) 
= 

depends on the integration range T. If T is very large, |(wo)|? can 
be shown to be proportional to T. Thus we get a transition probability 
proportional to the time and to the “intensity” or “power” (mean-square 
value of g per second) at frequency wo per unit frequency range. In virtue 
of this, the probability for the transition of an atom in a continuous 
spectrum of light is proportional to (1) the exposure time and (2) the 
intensity of light at the frequency of absorption (£2 — E,)/h. 
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The Higher-order Terms. It is interesting to look at the second- 
order term in the perturbation expansion. This term is of special im- 
portance in problems where Vjzn = 0 for those particular states n and 
m of interest. Let us suppose that we have such a problem, and suppose 
further that there are other states 7 # n for which Vj, 4 0. The first- 
order term is 0, and so long as m # n the zero-order term is likewise 
zero. Thus the lowest-order term which enters into the calculation of 
the transition amplitude is the second. 

Suppose that the potential V(x) is independent of t. Then the 
second-order term in the transition element is \?). and iD th ts 
we have from Eq. (6.74) 


V2) et C/h)(Emts—Enta) 


-\ 2 T pte 
= (-;) S > Ving Vin i i) et (i/h) (Em —Bi)te e+ (i/h)(Hj—En)ta dt» dt, 
j 0 0 


} P . +(i/h)(E;—En)te | 
at »» yy. +(i/h)(Em—E;)te © 


+(i/R)(Em—En)T 1 gt (é/A)(Em—Es)T _ 
7 “rete Yasin e |! eae 


The naa of the two terms in brackets has the same time dependence as 
we have seen in our first-order result. Therefore if the second term is 
neglected for a moment we see that the net result would again be to make 
transitions to states where E,,, = E,, with a probability proportional to 
T. The probability per unit time has the same form as Eq. (6.86) but 
with M,_.m now given by 
Vinj Vin 


Mnm = 
a om 


(6.99) 


If the states lie in a continuum, the sum becomes an integral. 

Equation (6.99) is correct in the circumstance that it is impossible 
to go by a first-order transition from state n to state m or to any state 
with the same energy as the initial state. Under these circumstances 
Vin = 0 for states such that BE; = E,,. Then the second term in brackets 
in Eq. (6.98) is never large; for it cannot be large unless E,, — E; is 
nearly zero, and then V;,, in the numerator is zero. All the effects come 
from the first term, and Eq. (6.99) is correct. Furthermore, in the sum 
over j in Eq. (6.98) there is no ambiguity at the pole where E; = E,p; 
for the numerator vanishes at this same value of £;. 

On the other hand, in some situations it may be true that a first- 
order transition is possible to some other continuum state (e.g., a nucleus 
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may decay in more than one way). In such a case the sum in Eq. (6.99) 
is meaningless; for we must define what to do near the pole. It is the 
neglected second term in Eq. (6.98) which comes to our rescue here and 
shows that the correct expression for M,_.m (now including the first- 
order term for jeu is 


Mn—+m = Vinn + Ss ne B = (6.100) 


in the limit e — 0. How this comes about we shall now analyze. 

First we may notice that for large JT’ we cannot get a large proba- 
bility of transition (proportional to T, that is) unless E, and Ep are 
practically equal (within about A/T). This is evident for the first term 
in Eq. (6.98). For the second term large amplitudes can arise only if 
EL; ~ Em; but if Hm is not very close to E,, the factor in front is a 
smooth function of £; for BE; near L,. Taking it as nearly constant 


for a small range near E; = Em, we see that the second term can be 
approximated as some constant times 
(/A)eT _ 
e 
—————— de 


€ 


where € = E,, — E; is to be integrated over a small range, say —d to +0. 
But 


6 p(i/hjeT _ 1 TS/h ciy _ i 
/ eB = z dy (6.101) 
—6 


€ —T6/n Y 


-["" (See +i) ay 
—T6/h y 7] 


The first integral is that of an odd function and vanishes. The second 
approaches a finite limit as T — oo (and therefore as T'5/h — 00). That 
is, 


aif pny —= dy = 271 
0 Y 


so no large transition probability occurs. A large effect can arise only in 
case , and Em are essentially eae for then the double coincidence of 
the two poles from (E; — E,)~' and (E,, — E;)~* can make the second 
term important. Therefore, we continue the analysis, assuming F,, and 
Ey, are nearly equal. 

The sum over j in Eq. (6.98) can be divided into two regions by 
choosing a very small energy A and breaking the sum up into a part 
A for which |£; — E,| > A and a part B for which |E; — E,| < A. 
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We choose A to be small enough that the factor VinjVjn does not vary 
appreciably when £; varies about E,, over the energy range 2A. This 
is some finite energy, and we shall take T' so long that i/T < A, which 
means that |E, — E,| << A. 

First, for part A, |Z; — E,| > A. Then the second term cannot 
become large, for its poles are avoided. Only the first contributes, and 
the contribution is 


ie _1T 

caso 
where x = (1/h)(Em — E,)T and 
(A) 


(6.102) 


a 


The sum extends over all E; except for those within tA of E,,. This 
sum is nearly independent of A, and as A — 0 it is the definition of a 
principal-value integral. That is, in the limit A — 0 we can write 


1 
where P.P. is the principal part and we have reinstated the first-order 
term, in case it does not vanish. 

For the region B we take VinjVjn to be constant at its value for 
E; — Em = 0. That is, we replace 


(B) Em+A 


> VingVinF(E;) by | >_ Ving Vjnd(Ej — Em) | F(E;) dE; 
d j Em—A 
(6.104) 
We can write this as bI, where 
b= >_ Ving Vjnd(Ej — Em) (6.105) 
M) 
and 
Emt+A (t/h)(Em—-En)T _ (t/h)(En—-E;)T _ 
/ so tee cospe pe See oe dE; 
Em—A E; _ En Em — En gaye _— E; 
(6.106) 


Now we put eee — E,)T = ¢ and (1/h)(£; — E,)T = y, so that 
(1/h)(Em — E;)T —y, to get 


TA/h 4 —] et(z—y) —] 
ay eee Wr, 6.107 
Reale ear (e107 
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This integral is most easily evaluated by contour integration, imag- 
ining y as a complex variable and changing the contour. Instead of 
integrating on the straight line from —TA/h to TA/h, we go on the 
semicircle of radius TA/h below the real axis. Since TA/h is very large, 
the second term contributes negligibly; and since 


TA/h d 
—-TA/h Y 


on this contour, we get I = im(T/h)(e** — 1)/z. 
Putting the A and B parts together, we get 


(a+ inp) 


for the amplitude. This gives a probability for transition of the form 
Eq. (6.86) with 


Mn—o3m = a+ inb (6.109) 
= Vint > Veg Vin pp 
J 


(6.108) 


1 
aaa + ind(E; — En) 

In light of Eq. (A.10), the last bracket can be written (Ej; — Em —te)~* 
in the limit as e — 0, as we have written in Eq. (6.100). 

From Eq. (6.100) we learn then that even if no direct transition 
is possible from n to m, nevertheless the transition can occur, as we 
say, through a virtual state. That is, we can imagine that the system 
goes from n to j, then from 7 to m. The amplitude for an indirect 
transition process is given by Eq. (6.99). We note that it is not right to 
say that it actually goes through one or another intermediate state 7, 
but rather that in characteristic quantum-mechanical fashion there is a 
certain amplitude to go via the various intermediate states 7, and the 
contributions interfere. 

The intermediate states are not of the same energy as the initial and 
final states. The conservation of energy is not violated, for the virtual 
state is not permanently occupied. The strength of contribution to the 
sum varies inversely with this energy discrepancy. 

There is nothing absolute about these intermediate states. They 
come from considering V as a perturbation to a system H and from 
speaking about the true states of H + V in terms of those of H alone. If 
other separations are made as to what is the “unperturbed” problem and 
what is the “perturbation,” different formulas and intermediate states 
will arise in the description. 

When the potential depends upon time (e.g., periodically), many in- 
teresting effects result. Most of these have been observed in microwave 
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experiments, where the perturbation V(x, t) is a weak electric or mag- 
netic field with a periodic variation in time. 


Problem 6-27 Derive the perturbation expansion up through the 
terms of the second order for potentials periodic in time. 


Sometimes a transition cannot take place except by the use of two or 
more intermediate virtual states. Analysis of such transitions requires 
the calculation of third- and higher-order terms in the perturbation ex- 
pansion. 


Problem 6-28 Show that-when a transition is impossible either 
directly or through a single intermediate state, but requires the use of 
two intermediate states, it is determined through the matrix element 


Mn—om = ad SE (6.110) 


This corresponds to the third-order term in the perturbation expansion. 


Problem 6-29 Suppose two perturbations, V(z,t) and U(z,t), are 
acting. (Examples include a combination of Dc and ac electric fields or 
a combination of electric and magnetic fields.) Suppose further that a 
certain transition cannot occur with either V or U alone, but can occur 
only when both act together. Under the special assumption that both V 
and U are constant in time, show that the matrix element determining 
the transition element is given by 


Vining + UVa 
Mnom = » ae (6.111) 
P| 


Next, suppose both potentials are periodic in time but have different 
frequencies, wy and wy. What then is the matrix element? 
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Calculation of the Change in Energy of the State. In comput- 
ing transition amplitudes we have considered only those states m # n. 
Suppose we turn our attention to the term m = n. Considering the zero- 
and first-order terms in the perturbation expansion, we have 


8 ee 
er Ent had ; [ Van (t) dt (6.112) 
0 


If V is constant in time, this gives 1 — (i/h)VnnT. What is the meaning 
of this result? As a consequence of the introduction of the additional 
potential V into the original hamiltonian we can expect the energies of 
all the states of the system to be slightly altered. We can write the new 
energy of the state n as FE, + AE,. The time-dependent portion of the 
wave function describing this state will be e~(@/")(2.t+4£n)t instead of 
the previous e~(*/)Ent, 

Over the period of time 7 during which the perturbing potential 
acts this relative difference in phase introduces the factor e~ (¢/") 42x T 
Expanding this factor to first order in time gives 1 — (i/h) AE, T. Thus 
we see that a first-order calculation of the energy shift in a state n due 
to a perturbation V is 


NEE EV (6.113) 


This derivation of the first-order energy shift is not correct if the 
system is degenerate, i.e., if there are initially several states of exactly 
the same energy. It turns out that in such a case terms of second order 
in V give equally large effects. 

Adding in the second-order term in the perturbation expansion for 
the transition element gives 


et G/REnT) = 1 = VanT (6.114) 


-\ 2 T te 
ae (-;) Y Vas¥in | e (i/R)(Ej—En)(te—ta) dts dt, 
0 Jo 
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For the present let us assume that there is no degeneracy. Consider 
first the term j7 = n in the series which is the second-order term. 
The integral over this particular term is just T?/2. Integrals for the 
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terms 7 # n can also be performed easily to give the result 


et/R)EnT a VT 2 V2.7? (6.115) 
h 2h 
i WjnlP?T [, | 1—exp{-(i/h)(E; — En)T} 
pigs Se 
h 5; = En —(t/h)(B; = BL 


jén 
The first three terms on the right-hand side of this equation repre- 
sent an expansion through second order of e~(*/”)VanT_ The first of the 
summation terms, the one corresponding to the 1 in brackets, can be 
interpreted as a second-order energy change. That is, the incremental 
energy is not just Vn, but contains higher-order corrections. Writing 
out the energy correction through second order in the perturbation en- 
ergy, we get 


AEn = Van- d > = 

jén 

This last equation gives the correct expression, through second order, 

for the shift in energy of nondegenerate states. This result is much more 
easily obtained by conventional methods, i.e., by finding solutions of 


(H+V)¢=E¢ (6.117) 


Vnj Vin 


ek 
a (6.116) 


Furthermore, the conventional approach based on Eq. (6.117) permits 
simpler handling of degenerate states. However, it has been our purpose 
here to give an example of the use of transition amplitudes, rather than 
to give the simplest formulas for the computation of energy shifts. 

Actually, there are more complex problems involving energy shsifts 
in which the method of transition amplitudes is the simplest to apply. 
In such applications the scheme, as we have attempted to show above, 
is to identify terms in a series proportional to T, T*, etc. Then, if we 
remember that the amplitude to stay in the initial state is proportional 
to e (/RAEnT and that the series expansion is equivalent to a series 
expansion of this exponential, the correct expression for AE, can be 
written down. 

We have not yet discussed the last term in Eq. (6.115). If the states 
E; lie in a continuum, we must also define the character of the reciprocal 
in the sum of Eq. (6.116). If we take it to mean the principal value, just 
as we found when analyzing the problem in second order for m 4 n, this 
extra term can be shown to produce an effect proportional to T and to 
lead to an additional correction to Eq. (6.116) of 


A’ En = —in S Ving Vind (Ej — En) (6.118) 


Jj 
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But this cannot represent a further correction to the energy for it is 
purely imaginary, and the energy must be real. Let us call it —ihy/2 
(the A/2 is for convenience later) and write 

thy 


V...V: 
AEn — — =Van- 5) =H" 119 
oD a ~ Ej — En — te oH) 
This implies that the transition amplitude A, to be in the nth state 
after a long time is proportional to 


exp ii (az, - 2) r} = exp {-pazer exp iF} 


The first factor is the energy shift. The second is easily interpreted; for 
the probability to be in state n after time T is |Ann|? = e~77. It falls 
with time because at each instant there is a probability that a transition 
is made from n to some other state. That is, if all is consistent, ~ must 
be the total probability per second of a transition from n to any state in 
the continuum of the same energy. This it is, because from Eq. (6.118) 
our ¥ is 


20 
oars S> \Vin|?6(E; — En) (6.120) 
j 


So we see that the total probability per second is just the sum of 
Eq. (6.87) over all possible final states as required (i.e., up to the re- 
quired order in V). 

The reciprocal of y is called the mean lifetime of the state. Strictly 
speaking, a state with a finite lifetime has no definite energy; the energy 
uncertainty by the Heisenberg relation is h/lifetime, or hv. 

If resonance experiments are performed to find the energy difference 
between two levels, each of which has a decay rate y, the resonance is not 
sharp but has a definite shape. The center of the resonance determines 
the energy difference, and the width of the resonance gives the sum of 
the y’s of each level. 


Transition Elements 


IN the preceding chapter we developed the concept of a perturbation 
treatment for changes of state in a quantum-mechanical system. We car- 
ried out an investigation of this method as it is applied to systems whose 
unperturbed hamiltonians are constant in time. In this chapter we shall 
continue the development of the perturbation concept and generalize 
the treatment to cover systems where the unperturbed state may have a 
hamiltonian varying with time. We shall introduce a more general type 
of notation and attempt to broaden and deepen our understanding of 
the ways in which changes of state take place in a quantum-mechanical 
system. The notation to be introduced applies to a type of function 
which will be defined in the first portion of this chapter. The function 
is called a transition element. 

The chapter is divided into four parts. The first part, consisting of 
Sec. 7-1, defines “transition amplitude” and “transition element,” with 
the help of examples based upon the perturbation theory of Chap. 6. The 
second part, consisting of Secs. 7-2 to 7-4, gives some interesting general 
relations among transition elements. The third part, consisting of Sec. 
7-5, shows the connection between transition elements defined with the 
help of path integrals and the treatment of quantum-mechanical transi- 
tions defined in terms of the more usual operator notation of quantum 
mechanics. In the last part, consisting of Sec. 7-6 and 7-7, the results 
learned in the preceding sections are applied to two interesting problems 
of quantum mechanics. 


DEFINITION OF THE TRANSTION ELEMENT 


The time development of a quantum-mechanical system can be pictured 
as follows. At an initial time t, the state is described by the wave 
function ~(%q,t.). At a later time t the original state will develop into 
the state o(Zp, ty). 

At this later time suppose we ask the question: What is the prob- 
ability of finding the system in the specific state X(a,,tp)? We know 
from the general principles developed in Chap. 5 that the probability of 
finding the system in this specified state is proportional to the square of 
the amplitude defined by 


; X* (xp, th) b(Zo, to) dxp 


—oo 


We also know from Chap. 3 that the function $(2»,t») can be ex- 
pressed in terms of the original wave function with the help of the ker- 
nel K(2xp, ty; %a,ta) describing the propagation of the system between 
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the times t, and t,. Thus, in determining the probability of finding the 
system in a specified state we can start with the original wave function 
w(rq,ta) and bridge the time gap with the propagation kernel K(b, a). 

The resulting amplitude, whose absolute square gives the probability 
desired, we shall call the transition amplitude, and we shall write it in 
the following notation: 


(X|1}b) = i i CACHAN CHCRT ONES (7.1) 


We wish to return to an even more basic description of the transi- 
tion phenomena, and we reintroduce the action S{x(t)] describing the 
behavior of the system between the two time limits. Thus we write the 
transition amplitude as 


(X|1]b)5 = coe X* (ap, tye?!" (aq, ta) Da(t) dg dzp (7.2) 


Here we have made the notation a bit more explicit by attaching the 
subscript S to the transition amplitude to indicate the action for which 
the integral was calculated. The path integral is to be taken over all 
paths that go from 2%, to zp and the result of this path integral is multi- 
plied by the two wave functions, then integrated over the space variables 
at the two limits. 

Before proceeding further, we shall define the notation more com- 
pletely to cover a more general situation. We introduce the functional 
F{z(t)] without (for the present) describing its physical nature. With 
this functional we define a transition element as 


(XIF Ib) 6 = =| : [x * (ap, ty) F[a(t)]e*5/"eb(@a,ta) Da(t) deg day (7.3) 


Here F is any functional of z(t) which does not involve z(t) at the end 
points 2, or Zp or beyond the end points. In the special case that F' = 1, 
the integral of Eq. (7.3) is a transition amplitude. 

It is difficult to understand transition elements at an intuitive level. 
One approach toward such understanding involves a classical analogy. 
Picture a small particle moving with brownian motion. At some initial 
time t, the particle is at ,. We wish to determine the probability 
that the particle arrives at the point xz, at the time t,. For quantum- 
mechanical particles, we talk about starting from an initial state and 
arriving at some final state. Thus, the point x, for the brownian particle 
is analogous to the initial wave function ~(z,) in Eq. (7.2), and the 
point zp to X(xp). Furthermore, the solution of the quantum-mechanical 
problem requires integration over the variables x, and 2, of the initial 
and final states — a step unnecessary in our classical problem. 
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We would solve the classical problem by considering all possible paths 
for the particle’s motion. We would weigh each path with the function 
defining the probability that the particle actually follows such a path 
and then integrate the weighed contributions for all such paths. The 
weighing function is analogous to the term e’5/” appearing in the integral 
of Eq. (7.2). 

The final position in such a problem would not be a single point, 
but rather a small interval, x» to z» + dz». The result, when properly 
normalized, would be the distribution function P(x») giving the relative 
probability of arriving in the (differential) vicinity of z,. This function 
is analogous to the transition amplitude of Eq. (7.2) in the case that 
(2a) and X(z,) are Dirac delta functions of position. 

Now suppose we wish to know more about the motion than simply 
the relative probability to arrive at x,. For example, we may wish to find 
the acceleration experienced by the particle at some particular instant, 
say 2 seconds after it starts. But now we need the weighed average of the 
acceleration, i.e., the acceleration for each possible path with each path 
weighted by the function defining the probability of the path. Such a 
weighted average is analogous to the transition element of Eq. (7.3). The 
property of interest, such as the acceleration at some time f,, replaces 
the functional F'{x(t)| in the integral of Eq. (7.3). The classical problem 
could be solved by a path integral very similar in form to Eq. (7.3). 

In the remainder of this chapter we shall make use of this analogy, 
and we shall occasionally refer to transition elements as “weighted av- 
erages.” However, it must be kept in mind that the weighting function 
in quantum mechanics is a complex function. Thus the result is not an 
“average” in the ordinary sense. 

The path integral method of solving brownian-motion problems as 
described in this classical analogy is actually a very powerful method. 
It will be developed in detail in Sec. 12-6. For now, we attempt to 
further clarify the notion of a transition element with the help of the 
perturbation theory developed in Chap. 6. 


Perturbations. Suppose the action describing the development of 
the system can be separated into two parts, so that S = So +o. We 
suppose that the first part So leads to simple path integrals, whereas 
the remaining part o is small enough that we can apply a perturbation 
scheme. We write the exponential function of Eq. (7.2) as 


eis/h = eiSo/h pia /h (7.4) 
Using Eq. (7.3), the transition element of Eq. (7.2) becomes 
(X|11)) so40 = (Xle'?/"|d) 5, (7.5) 
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The exponential function can be expanded to give 
1 
aa (Xlo7|)5, +--+ (7.6) 


(1D) s.4¢ = OlllY)s, + = lol), ~ s5 


This expansion is a generalized version of Eq. (6.3) and forms the 
basis of the perturbation theory. The transition elements which arise in 
most quantum-mechanical problems result from this expansion. 

Suppose the perturbation action o results from a perturbation po- 
tential, so that 


c=- f v(alv,aat (7.7) 


Then the first-order perturbation is given by the transition element 


(Xlolv)s, =— flv Fest), a (7.8) 


Qa 


To evaluate this element, we need to solve the integral 


(X|V [x( a= fff a(t), tleS°/"w(2,) Da(t) dag day 


(7.9) 


The first step in the solution of this integral is the same as the solu- 
tion for the perturbation kernel K“) described in Eqs. (6.8) to (6.11). 
This solution for the path integral is followed by integration over both 
end points, Z, and Zp, as well as an integral over the midpoint z,. That 
is, 


(X|V [a(t a= ff fx (xp) Ko(b, c)V (c)Ko(c, a)p(xq) dx, dx, dxy 
(7.10) 


We have now arrived at an expression which combines three concepts 
previously introduced. First, we have made use of the propagation rule 
for a wave function as defined in Eq. (3.42). Next, we have made use of 
the amplitude function as defined in Eq. (5.31), which gives the ampli- 
tude that a system known to be in one state will be found in another 
state. Lastly, we have made use of the first-order perturbation theory 
given in Eq. (6.11) for the kernel describing the propagation in time. All 
of these ideas combined give the transition element of Eq. (7.10). The 
absolute square of this element is the probability that a system starting 
in state w and acted upon by the small potential V(z, t) will be found 
at a later time in state X (if state X would not be reached for V = 0, 
that is, if (X|1|v)>, = 0). 
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We can use Eq. (3.42) to shorten our notation, in the same way that 
the notation of Eq. (6.23) was shortened into the form of Eq. (6.25). We 
define 


pe, t)= / Mien anda: (7.11) 


which is the wave function that would result at time t, from the initial 
wave function if there were no perturbation. In a similar way we define 


Mite = ia X* (xy) Ko(b, c) dry (712) 


as the complex conjugate of the wave function which, at t = t., would 
result in the function X(z,) at time ty if there were no perturbation. 
(See Eq. (4.38) and the following discussion, including Prob. 4-7.) 

In terms of these new wave functions, the first-order term in the 
Ser expansion can be simplified to read 


to 
(x | : (Otay) = [ [x “(aue)V(c)W(a¢) date dt, (7.13) 


We see here that the transition amplitude written in this form is a 
generalization of the transition amplitude A» which was introduced in 
Sec. 6-5. If the wave functions on the right-hand side of Eq. (7.13) are 
tale then the resulting transition amplitude is identical with 

Amn, as defined by Eq. (6.70). 

Thus the evaluation of a transition element of a functional F'[x(t)], 
which depends only on z at a particular time ¢t (that is, an ordinary 
function of x(t)), or of a time integral of such a functional presents no 
problem. The evaluation of a transition element for functionals involving 
the values of x at two separate times is also easy. This occurs, for 
example, in the second-order perturbation term. This can be written as 


oa X10") s4 =f (x|V (x(t), t]V[x(s), s]|) dt ds (7.14) 


The integrand of this last equation is itself a transition element, and 
it is written as 


(X|V (x(t), ]V[z(s), s]|v) = | [ov c)Ko(c, d)V(d)w(d) dg dz, 
(7.15) 


where we have substituted tg = s andt,=tifs<tortg=tandt,=s 
lS. 
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Thus the second-order term in the perturbation expansion becomes 


= (x Be t), 4 “I ie ¥) 
a = / [ro Pll Rie) @radtudesdi. 


This can be recognized as a generalization of the transition amplitude 
defined in Eq. (6.74). Expressions involving three or more functionals 
are also readily written down. 

Equation (7.6) corresponds also to a more general type of perturba- 
tion theory. For example, consider the case of the particle interacting 
with an oscillator. After integrals have been carried out over the coor- 
dinates describing the oscillator, the resulting action can be written as 
So +0, where (see Sec. 3-10) 


C= omar | | g(x(t), t)g(x(s), s) sinw(t, — t) sinw(s — tq) ds dt 
ae (7.17) 


(7.16) 


with g(z(t),t) characterizing the interaction of the particle and oscilla- 
tor, and T’ = ty — tg. 

We have noted that path integrals involving such complicated actions 
are very hard to evaluate indeed; but if the effect of the complicated term 
a is expected to be small, we can obtain useful results with less effort 
with the help of the perturbation expansion of Eq. (7.6). To illustrate, 
we find the first-order term in such an expansion (i.e., the first Born 
approximation). Using Eq. (7.17) for o, we must evaluate the term 
(2/h)(X|o|) 5. This term can be written as 


1 —1 
A Mle) se ~~ AMwsinwT 


; ‘| / (x|g[x(t),t]gle(s), 5]|v) g, sinw(ty — t) sinw(s — ta) ds dt 


(7.18) 


so that the difficult part of the problem is reduced to finding 


(x|g[x(t), tlalz(s), s]l%) 3, 


But this we have already done in Eq. (7.15), except that g replaces 
V. Therefore, we write 


(X|g[x(t), t]g[x( oe (7.19) 
-j [eslwlte), te) Kole, dalate),ta)¥(d) da de, 
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This expression can be substituted into Eq. (7.18) to obtain the final 
result for the first Born approximation, (i/h)(X|o|v) g, 

Transition elements will come up more frequently in succeeding chap- 
ters. In each example they can be evaluated in the straightforward man- 
ner which we have illustrated here. For that reason, very little of the 
material in the remainder of this chapter is really essential to the work 
that follows. Nevertheless, there are two reasons for the inclusion of 
this material in this book. First, it is possible to obtain a very general 
relation between transition elements. This relation might well serve as 
an alternative starting point for the foundations of quantum mechanics. 
Second, for many people already familiar with the more conventional op- 
erator notation of quantum mechanics, it is helpful to have examples of 
the translation from the more customary representation into that which 
is used in this book, such as expressions in the form of Eq. (7.3). 

With the rules for translation available, the subject matter of the 
later chapters, developed as it is from the path integral approach, can 
be appreciated in terms of more familiar symbolic concepts. 

The relations discussed in the remainder of this chapter are indepen- 
dent of the form of the wave functions which describe either the initial 
or final state of the system, and which are used in defining the transition 
element. For this reason we shall abbreviate our notation by omitting 
any specific reference to these wave functions. Thus a transition element 
will be written as (F), instead of (X|F'|1)) o. 


FUNCTIONAL DERIVATIVES 


We are embarking on a mathematical development which leads to an 
interesting relation between transition elements. This relation finds its 
most elegant expression in terms of a mathematical idea, the functional 
derivative. Since this idea may not be familiar, we describe it in this 
section. 

The functional F'[x(t)] gives a number for each function x(t) that 
we may choose. We may ask: How much does this number change if 
we make a very small change in the argument function z(t)? Thus, for 
small n(t), how much is F[z(t) + n(t)] — F[x(t)|? The effect to first 
order in 7 (assuming it exists, etc.) is some linear expression in 7, say, 
J K(s)n(s) ds. Then K(s) is called the functional derivative of F'[x(t)| 
with respect to variation of the function x(t) at s. It is written 6F'/dz(s). 
That is, to first order, 


F(z +n] = Flax] + / aay) ds+-:- (7.20) 
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This 6F'/éxz(s) depends on the function x(t), of course, and also on the 
value of s. Thus it is a functional of x(t) and a function of time s. 

We may look at it another way. Suppose time is divided into very 
many steps of small interval ¢, the values of the time being t; (tj4, = 
t; +¢€). The function z(t) can now be specified approximately by giving 
the value x; that it takes on at each of the times t;. The functional 
F'[z(t)] now is a number depending on all the z;; that is, it becomes an 
ordinary function of the variables 7;, 


F{x(t)| — F(...,%4,€i41,..-) C21) 


Now we can consider OF'/0z;, the derivative of F with respect to just one 
of these several variables. Our functional derivative is just this partial 
derivative, taken at the point t; = s, and then divided by e. That is 


OF 10F 


eee Ss 
da(s) € 0a; 

This we can see as follows. If we alter the path from x(t) to x(t)+7(t), 
we change all the z; from 2; to 2; + 7; (where n; = n(t;)), so that the 
first-order change in our function is 


(7.22) 


OF 
Fc 5s Bae hy VP Se, Wi Cea cn) => — 
i 


(7.23) 


from the ordinary rules of partial differentiation. If now we call 
(1/e)(OF/0x;) = Kj, the last sum is }), Kinie, which in the limit be- 
comes [ K(s)n(s)ds. So if this limit exists as « — 0, then it is equal to 
OF /6x(s). 


One can also use the ideas of differentials. Just as we can write 
of 
df » Am; a 
so we can write for the first variation of any functional 
OF 
6F = | ——~d d 24 
F , als) z(s) ds (7.24) 
where 6x(s) is the differential change in path at z(s). 


Problem 7-1 If S{x(t)] = f,? L(a, 2, t) dt, show that, for any s 
inside the range t, to tp, 

ss___d (aL) , ab 

6x(s) ds \d% Ox 


where the partial derivatives are evaluated at t = s. 


(7.25) 
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Problem 7-2 If F[z(t)] = z(t), show that 
OF 


se d(t — s) (7.26) 


Problem 7-3 If 
Flj(r,t 


’ )] = 
eXp 3 [fff scerstriilea, ta) Ree — 11, tg — t1) d®r2 dt, d°ry ats} 


where the integrals extend over all space and all time, show that 
BLL (r,t)$[R(r — x,t -—s)+ R(x—r,s—t)]d°rdt (7.27) 


Note that the function j(r,t) is a function of the four variables 
(rz, Ty,Tz,t). Thus the single coordinate s, as used in Eq. (7.24), for 
example, must be replaced by the set of coordinates (2, y, z, 8) in speci- 
fying the point at which the functional derivative is evaluated. 


TGs = 


The general relation between functionals which we mentioned at the 
end of the preceding section may be obtained by trying to develop a 
formula for the transition element of 6F'/éz(s). This we can do most 
easily in this way. Consider, using an abbreviated notation, 


(FP). = / Fia(t)je4/ SO] Da(t) (7.28) 


Now in the integral over paths substitute x(t) + y(t) for the variable 
z(t). For fixed y(t), D[x(t) + n(t)] = Da(t), because d{x; + m] = dzi. 
But the integral is unchanged by a substitution of its variable. Hence 


(F)s = | Fle) + n(aje/5#O+0 Date (7.29) 
— [ree e@/DSIeOl D> OF ig) ds| eli/M Sta] Dy 
[Fee pat) + [| [ nls) Da(t) 


t 6S 
— | Fle(t es ds} e@/MSle®] Dar (t 
+ 5 [Floto | [ sees) 45] ¢ x(t) + 
expanding the exponential and displaying only to first order. The zero- 
order term is exactly (F) ¢ again, so the remaining terms must all vanish. 
In particular, the first-order term must vanish for any 7(s), so that we 
conclude the relation 


(Fat) 57 A a) 20) 


This general relation has many important consequences. 
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It would be possible to use Eq. (7.30) as a starting point to define the 
laws of quantum mechanics. One could work backwards to reproduce, 
for example, Eq. (7.6). If some generalization of quantum mechanics 
is desired, one might suppose such a generalization is included in the 
action S appearing in the term e*5/”, or perhaps start with a form like 
Eq. (7.30) and introduce modifications with the help of the differential 
notation. Julian Schwinger has been investigating the formulation of 
quantum mechanics suggested by Eq. (7.30). 

We can see how the relation of Eq. (7.30) comes about in another 
way by imagining our time split into intervals e and functionals replaced 
by functions of the points z; corresponding to t;. Then consider the 
path integral 


i OF i/n)s{a(t) Da(t) (7.31) 
Ox, 


where t, is some intermediate time not at either end point. The path 
integral is simply an integral over all the points z;. So we integrate by 
parts to get 


le OF 6(é/n)Stex(4)] Da(t) =—5 fF oe e(/h)SI2)] Dax (t) (7.32) 
Lk 


dropping the integrated part. 
Problem 7-4 Discuss why the integrated part vanishes. 
The result is 
9 eae (738) 


which has the same content as Eq. (7.30). 
It is better to write these relations as differentials, 


(6F\5 = -iF 5S) (7.34) 


for then the specific variables on which F and S depend need not be 
indicated 


Problem 7-5 Argue that Eq. (7.34) may be misleading, for Eq. (7.33) 
applies only to rectangular coordinates. Do this by studying the corre- 


sponding relation where spherical coordinates, for example, are used and 
we wish to find (OF /Orx) g. 
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TRANSITION ELEMENTS OF SOME SPECIAL FUNCTIONALS 


The relation of Eq. (7.34) has many interesting implications. In this 
section we shall investigate some of them. We shall take the special case 
of a one-dimensional particle moving in a potential V(z). 

Suppose the action over the path of the particle is given by 


S= / : eae = V(a(t))| dt (7.35) 


Upon application of the small variation 6z(t) to each path there results 
(to first order) 


pea i; * and + V"(a)] 6x() dt (7.36) 


ta 
Using Eq. (7.34), we have 


(iP) = : (F : imé + V'(a)] dx(t) it) (7.37) 


Alternatively, we could return to the point of view used in developing 
Eq. (7.33). That is, we imagine time divided into small slices of length 
€. In this case the action S can be written as 


cee aE cae Veeod (7.38) 


If we select a particular time t, and, as before, let x, be the associated 
position of a path, then 


Os Ler1—Le Lk —- Le-1 . 
oaom (Hens Bot yey ye (7.39) 


Upon application of Eq. (7.33) there results 


(=) = re (F [im [Sa ) ae v'Gax)| ) (7.40) 


In this last expression the factor involving an €? in the denominator is 
actually the acceleration % evaluated at the time t,. Thus Eq. (7.40) 
is just a special example of Eq. (7.37). In particular, it corresponds to 
Eq. (7.37) if dz(t) is zero for all t # ty. If dx(t) is assigned the value 
€- dr, - 6(t — ty), then Eq. (7.40) results. Actually Eq. (7.40), since it 
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holds for all k, is completely equivalent to Eq. (7.37) in a more detailed 
notation. 

In Eq. (7.37) suppose we choose the special functional F = 1. Then 
dF =0 and we have 


- ( [ms + V’(2x)] 6x(t) at) =.0 (7.41) 
Since this result holds for any arbitrary choice of dz(t), it must be that 
(ma) = —(V"(a)) (7.42) 


at all values of time. This is the quantum-mechanical analogue of New- 
ton’s law. Making use of the classical analogue for a transition element, 
described in Sec. 7-1, this result says that the weighted “average” of the 
mass times acceleration at any time (where “averaged” means “averaged 
over all paths with the weight e*5/"”) is equal to the weighted “average” 
of the force (negative gradient of the potential) at the same time. 

As another example, suppose F’ is some arbitrary nonzero functional 
of all position variables except x,. Then the left-hand side of Eq. (7.40) 
is zero (since OF /Ox; = 0) and there results 


Lk+1 — WR + Ce-1 
€2 


+ van) ) =0 
(7.43) 


(Fleiss Bken Be) m 


This equation says that the transition element of m#+V’(x), averaged 
over all paths, is zero at t, even if these paths are weighted with an 
arbitrary functional, so long as the functional is independent of the 
position of the path at the time t, of interest. 

Suppose, however, the functional does depend upon the position of 
the path at the moment of interest. In particular, suppose simply that 
the functional F is x,. Applying Eq. (7.40), we have 


ay = fe (mar (Se Se) z uV"(oe)) 


€2 


—2 =a 

h € € 
If we suppose that the potential V(x) is a smooth function, then in the 
limit as « — 0 we find that ex,V’(x,) becomes negligible in comparison 
with the remaining terms. The result is 


(mH Lk tx) = (xm “2 2, ae (7.45) 


2 
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This last equation involves the product of position variables x and 
momentum variables mz. In the first term the momentum is evaluated 
first as a linear average corresponding to the time t, + €/2, and the 
position is taken at t,. In the second term the position is again taken 
at t,, but the momentum corresponds to the time t, — €/2. Thus this 
equation says that the transition element of a product of position and 
momentum depends upon the order in time of these two quantities. 

Later on, when we make a translation into the more usual operator 
notation, we shall see (Sec. 7-5) that both the operator equation of 
motion, corresponding to Eq. (7.42), and the operator commutation laws 
of Eq. (7.45) have been derived from the same fundamental relation, 
Eq. (7.34). 

We can derive a further result from Eq. (7.45) which will give us a 
better idea of the characteristics of the paths which are important in 
quantum mechanics. Consider the two terms 


(aym2£— 24-1 ) (7.46) 
and 


(tu4smZbH— FE ) (7.47) 


These two terms differ from each other only in order ¢, since they are 
the same quantity calculated at two times differing by the interval e. 
Thus we are justified in substituting Eq. (7.47) for the second term in 
Eq. (7.45). The result is 


( mF = (oy, — 2541) = FA) (7.48) 


Alternatively, we can write this as 


( (Beams) és ~ so (1) (7.49) 


This equation says that the transition element of the square of the ve- 
locity is of the order 1/¢, and thus becomes infinite as € approaches zero. 
This result implies that the important paths for a quantum-mechanical 
particle are not those which have a definite slope (or velocity) every- 
where, but are instead quite irregular on a very fine scale, as suggested 
by the sketch of Fig. 7-1. In fact, these irregularities are such that 
the “average” square velocity does not exist, where we have used the 
classical analogue in referring to an “average.” 
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If some average velocity is defined for a short time interval At, as, 
for example, [x(t + At) — x(t)]/At, the “mean” square value of this is 
—h/(im At). That is, the “mean” square value of a velocity averaged 
over a short time interval is finite, but its value becomes larger as the 
interval becomes shorter. 

It appears that quantum-mechanical paths are very irregular. How- 
ever, these irregularities average out over a reasonable length of time 
to produce a reasonable drift, or “average” velocity, although for short 
intervals of time the “average” value of the velocity is very high. 


x 


Fig. 7-1 Typical paths of a quantum-mechanical particle are highly irregular 
on a fine scale, as shown in the sketch. Thus, although a mean velocity can 
be defined, no mean-square velocity exists at any point. In other words, the 
paths are nondifferentiable. 
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Problem 7-6 Show, for a particle moving in three-dimensional 
space 2, y, 2, 


(te ~ 24)?) = ((yeas ~ 08)? = (eer = 24)) = TQ) (7.50) 


((Cet1 — Lk) (Ye+1 — Ye)) = ((Le+1 — Le) (Ze+1 — 2) 
= ((Ye+1 — Ye)(Zk+1 — 2)) = 0 (7.51) 


It will not do to write the transition element of the kinetic energy 
simply as 


5 ( (st) (7.52) 


for this quantity becomes infinite as € approaches zero. How shall we 
find an appropriate expression to represent the kinetic energy? We might 
make the heuristic guess that only those functionals F’ which might ap- 
pear in some kind of a physical perturbation problem may be of impor- 
tance. How can we get the kinetic energy through a perturbation? If 
the mass of the particle were perturbed by a factor 1+ 7 (with 7 very 
small) for some short interval of time At, the action would be perturbed 
by 7 At(m/2)z?, which is proportional to the kinetic energy. We are led 
to ask: What would be the form of the first-order perturbation (¢), if 
m were changed to m(1+ 7) for a short time? 

For simplicity we can take the short time to be just ¢, the step used 
to define the time spacing, so that the first-order term divided by e7 is 
the kinetic energy. The perturbation in S of Eq. (7.38) (if the m in the 
i =k term is changed to m+ nm) is clearly en(m/2)(rp41 — te)? /€?. 
But this is not the only change in the path integral if m changes. The 
normalizing factors 1/A for each m vary as m’/?, so a factor (1 + 7/2) 
is introduced from this. Hence the entire first-order change in the path 
integral when m is so changed becomes, after dividing by 7e, 


. 2 
a fm ( epi — Lk Ah 
h ( 2 ( € ) % i) 22) 


which should be satisfactory for 7/h times the kinetic energy. 

Using Eq. (7.49), one might expect this to vanish; but Eq. (7.49) is 
valid only as € — 0 to the order 1/e. The quantity in Eq. (7.53) is, in 
fact, finite as e — 0. The expression can be rewritten by expanding the 
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quadratic term. In Eq. (7.40) let F be x44, — xg. If terms of lowest 
order in € are kept, the result is 


(3 (2) A) -(F)) ne 
(7.54) 


Thus we can define the left-hand side of Eq. (7.54) as the transition 
element of the kinetic energy. 

We see from this result that the easiest way to produce satisfactory 
transition elements involving powers of the velocities is to replace these 
powers by a product of velocities, each factor of which is taken at a 
slightly different time. 

In simple problems the transition elements can sometimes be evalu- 
ated directly. For such problems the same results can also be obtained 
by using the relations among transition elements which we derived in 
Sec. 7-2. These relations may supply us with soluble differential equa- 
tions for the transition elements. We shall give a few illustrations, but 
it will be readily seen that the examples for which the method works 
must be so simple that a direct evaluation would not really be much 
more difficult. 

For our first example, consider the case of a free particle going from 
Lq to Lp in the total time interval 7’. Let us find the transition element of 
the position at the time t, that is, z(t). Of course, this is some function 
of t and it is clear that 


(2(0))=@a(1) — (x(T)) = (1) (7.55) 


Since any potentials acting on the particle are constant in space (i.e., no 
forces act), the second derivative of the transition element of position is 
zero in accordance with Eq. (7.42). Thus an integration gives 


(x(t) = [te + Fle — a} (0 (7.56) 


Note that the expression in the brackets is just the value of x(t) along 
the classical path Z(t). 


Problem 7-7 Show that for any quadratic action 


(x(t)) = £(¢)(1) (7.57) 


As a somewhat less trivial example, let us try to evaluate the tran- 
sition element (xz(t)x(s)) for the same free-particle conditions. Since 
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this is a function of two times, we can write it as g(t,s). The second 

derivative with respect to t is 

07 g(t, 8) _ 

a aa (£(t)x(s)) (7.58) 
This transition element can be worked out by substituting F = x(s) 

into Eq. (7.40). For s # t, following the arguments leading to Eq. (7.42), 

the result is —(1/m)(V'(x(t))x(s)); while for s = t, following the ar- 

guments leading to Eq. (7.44), we find that the transition element of 

Eq. (7.58) is of order 1/e. In the limit of small € we have 


d? g(t, 8) 


FHS) — (6(t)0(5)) = s(t - 5)(1)- = (W'(alt))a(s)) (7.59) 


Since for our free particle the potential is independent of position, the 
second term on the right of Eq. (7.59) vanishes. The resulting equation 
may be solved by dividing the region of interest into two parts. Fort < s 


ah 
m 


g(t, s) = a(s)t + W(s) (7.60) 
while for t > s 
g(t, s) = A(s)t + B(s) (7.61) 


Thus the first derivative of the function g with respect to t jumps by 
the quantity A(s) — a(s) as t goes from just below to just above s, and 
in accordance with Eq. (7.59), A(s) — a(s) = (h/im)(1). 

The boundary conditions state that 


(x(0)x(s)) = 2a (x(s)) = LaX(s)(1) 
(x(T)x(s)) = @p2(s)(1) (7.62) 


This is not enough information to determine all of the four functions 
a(s), b(s), A(s), and B(s), but we can either make use of the relation 
07g) hk 
Oe a 
Ae a (7.63) 
obtained by differentiating g(t,s) with respect to s, or else notice that 
g(t, s) must be symmetric in t and s. One can conclude that the func- 
tions a(s), b(s), A(s), and B(s) must all be linear in s. The boundary 
conditions are now sufficient to determine the solution. The result is 

aiRee h t(T — s) 

acea(s) ta ap | (1) fort <s 
(r(t)2(s)) = (7.64) 

E(t)zZ(s) + Bete!) (1) fort > s 

im T 
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That this result is right can be verified by inspection. The product 
of two classical paths taken at different times, Z(t)Z(s), is the solution 
of the homogeneous equations obtained by setting the right-hand sides 
of Eqs. (7.59) and (7.63) equal to zero, which satisfies the necessary 
boundary conditions. The last terms on the right of the pair of equations 
(7.64) are the special solutions of the inhomogeneous equations (7.59) 
and (7.63), which are zero at the end points. 

The transition element of the product of two positions taken at two 
different times contains more than just the product of the two corre- 
sponding positions along the classical path. There is a small additional 
term which is purely quantum-mechanical in nature. This additional 
term is consistent with our picture of quantum-mechanical motion. Even 
though the particle moving between fixed end points will be found on the 
average along the classical path, it has an amplitude for motion along 
all alternative paths. This fact must be remembered when considering 
the transition element of the product of positions at two different times. 
All the possible positions among all the various alternatives must be ac- 
counted for in the transition element, and this accounting introduces the 
extra term. Only at the specified end points are no other alternatives 
possible. 

We can better understand the significance of this result if we make 
use once again of the terminology from our classical analogue. Suppose 
the path of the particle goes through a particularly large value of x at 
some time s. Then the “average” value of x at a later time ¢ is not just 
the ordinary average Z(t). There is a correlation with the previous large 
deflection. Therefore, the “average” product is not just the product of 
“averages.” 

In this and other applications of the classical analogue, we remember 
that the “average” referred to is defined with the help of the weighting 
function e*S/*. This weighting function is not positive definite, and 
is in fact complex. Thus we develop such purely quantum-mechanical 
results as that of Eqs. (7.64), wherein the extra correlation term is pure 
imaginary! 


Problem 7-8 Find the transition element (x(t)x(s)) = g(t, s) when 
the potential is not constant but, rather, corresponds to that of a forced 
harmonic oscillator. Do this by obtaining differential equations for g(t, s) 
and trying the solution 


(x(t)x(s)) = g(t, 8) = [2(@)2(s) + G(t, s)](1) (7.65) 


Obtain an equation for G(t,s) showing that G is independent of the 
end-point values xq and zy and of the forcing function f(t). Show in 
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general that, with T’ = t, — ta, 
fA sinuwt sinw(T — s) 
— fort<s 
7m wsinwT 


G(t, 8) = _ 
A sinws sinw(T — t) re ee 
im wsinwT 


GENERAL RESULTS FOR QUADRATIC ACTIONS 


Evidently if the action S$ is a quadratic form, transition elements of many 
functionals can be determined readily. This suggests that we extend 
our consideration into a somewhat more general class of functionals. 
The technique to be used is the same as that described in Sec. 3-5. 
For example, we note that with a quadratic action S we can easily 
evaluate the transition element of exp{(i/h) { f(t)x(t) dt}, where f(t) 
is any arbitrary function of time. The transition element of such a 
functional can be written as 


cen eee) se - (7.67) 


Lb , 
IT} X*(arp)e/MIS+ J FO2@) 41 (tq) Dx(t) dtg dxp 


If the original action S is gaussian, then so is the action 


to 

= S+ f(t)x(t) dt 

ta 
Thus the path integrals on the right of Eq. (7.67) can be carried out by 
the methods of Sec. 3-5. If 5’) is the extremum of the action S’, then 
the factor exp{iS’,/h} can be extracted as a factor for the path integral 
of Eq. (7.67). The remaining factor is a path integral over the paths 
y(t), which run from zero to zero during the allowed time interval. (We 
set x(t) = Z(t) + y(t), where Z(t) is the classical path corresponding to 
the extremum of the action.) 

The integral over the paths y(t) does not depend upon the function 
f(t), since this function appears in the action S’ multiplying only a 
linear term in x(t), and we have seen (Eq. 3.49) that the remaining path 
integral involves only the quadratic parts of S’ which are not more than 
the quadratic parts of S. This means that the path integral on the 
right-hand side of Eq. (7.67) can be reduced to an exponential function 
multiplied by the transition element (1). The result is 


(exp (t G f(t)a(t) at} ) Sai sees {FS . su)} (7.68) 
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Once the extremum 5%, has been evaluated, the extremum Sj can be 
obtained from it by setting f(t) identically equal to zero. The action of 
the forced harmonic oscillator, described by Eq. (3.66), is a special case 
of this action S/). 


Problem 7-9 Use this result to show that if S corresponds to a 
harmonic oscillator 


(exp { ¢ [e F(e}e(t) at} ) = (1) exp Cece 


to 
x =f f(t) sinw(t — ta) dt + aT : f(t) sinw (tp — t) dt 


to 
— ae i: f(t) s) sin w(t b— t) sin w(s — te) ds at 
where Z, and Zp» are the initial and final coordinates of the oscillator. 


From the transition element given by Eq. (7.68) we can obtain the 
transition element of x(t) itself by another method. Suppose we differ- 
entiate Eq. (7.68) with respect to f(t). The result is 


rex {+ |” sayecae!) = 0)8 exp { £(8% — 84) 
( ti fe })= f(é) 


6S. ; 
= (1) af) exp {$5 — sa)) (7.69) 
Therefore, by evaluating both sides when f(t) = 0, we obtain 
65%) 
= vel 7.70 
(ol) = 0) | (7.70) 
We can continue this process to get the second derivative as 
eoo(o) = 0) (4) pes om { Fie - 5a) 
NG} SFO) URE fl 
i 07S), OSa 6S") | 
ma E TOL OMETTOLTION ee 


Actually, since S’, is quadratic only in f (see Eq. 3.66), the transition el- 
ement of a factor of any number of z’s can be directly evaluated in terms 
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of 5S/,/5f(t) and the quantity 57.9’, /df(t) 6f(s), which is independent 
of f. This explains the form of Eqs. (7.64) and (7.65) and permits the 
transition element of a factor of three z’s to be written down. 


Problem 7-10 Show, for any quadratic functional, if we write 


(x(t)) = Z(t)(1) and (x(t)x(s)) = [Z(t)Z(s) + G(t, s)](1), that 


(x(t)a(s)x(u)) = [Z(t)z(s)z(u) 
+ &(t)G(s,u) + Z(s)G(t, u) + Z(u)G(t, s)] (1) 


Find the transition element of the product of four z’s. [Suggestion: 
Since S’, — Sq is years in f and ag aC f = 0, it must ae the 
mathematical form S’, — Sy. = 4 ff f(t)f(s)G(t, s) dtds+ f z(t) f(t) dt, 
where G and Z are some functions.| 


TRANSITION ELEMENTS AND THE OPERATOR NOTATION 


In this and the following sections we shall see how transition elements 
look in the conventional notation of wave functions and operators. This 
will help the reader who is familiar with that form of expression to relate 
the results of path integral calculations to other results that he already 
knows. 

If F is a functional only of x at a single time, say, the function 
V (ax) at time ty, we know from Eq. (7.10) how to evaluate its transition 
element. Similarly, if F depends on the value of z(t) at two different 
times, Eq. (7.15) tells us what to do. 

Let us consider next the case that F’ represents the momentum at 
time t, and make use of the approximation that the time axis is cut up 
into slices of length e«. Thus 


F= me tit_ Tk (7.72) 
Then we have 


(fm 


The right-hand side of Eq. (7.73) can be written as 


Lk+1 — Lk 


v) = 7 [Ocleessld)s — Xerids (7.78) 
S 


is / X*(x2,t+e)aw(a,t + €) dx — [@teve, t) dx (7.74) 


€ 
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Now making use of the wave equation 


p(a,t+e) = ¥(a,t) + ct = =p- Hy (7.75) 
X*(z,t +e) =X" (a, ye =X + S [HX (7.76) 


from Prob. 4-3, where H is the hamiltonian belonging to the S. There- 
fore, to first order in e€ 


pee t+e)rcp(z,t+e)dzr= ee tx (a, t) dx (7.77) 
~ - / X* (x, t)a[Hp(a, t)|] dx — [exe 2v, t) dx 


By Eq. (4.30) this last integral can be written as [ X*(z, t)[Hzy(z, t)] dz, 
or more simply we have 
am 


(X|ma|v) = ae X* (cH — Hx) dx (7.78) 
using the operator notation. This is the same as 
i foooene ] fh Ow 


where we have aa the result of Prob. 4-4. The operator (h/i)0/Oz is 
called the momentum operator or, more specifically, the operator repre- 
senting momentum in the x direction. We already see why. Construct- 
ing the transition element of mz is equivalent to putting the operator 
(h/i)O/Ox between X* and 7, just as constructing the transition element 
of x is equivalent to putting x between X* and w. These relations can be 
understood, perhaps with greater clarity, if we go over to the momentum 
representation. If 


Xo)= X(a)e~1P/ A) de 


= i W(x)etP/M2 de (7.80) 
are the momentum representations of X and w, one can show that 
Poe ROW (2) , PU tests dp 
RSA cd ae ae te 81 
[ op aee= from (7.81) 


Problem 7-11 Show this. 


Another way to see this relation is the following. Consider the tran- 
sition amplitude given by 


(X|1|w) = a [x A Dbs te) is bs tye Data) at, pany das (7.82) 
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Now suppose the zg origin is shifted left by a small amount A. Calling 
the new variable x/,, we have 


=a =k (7.83) 


Using this new variable rather than the old x, will not alter the transi- 
tion amplitude of Eq. (7.82). It becomes 


(Xx|1|p) = i [- oh *(Zp, to) 


~ 4 
x of ES 3 S[vi+1, tiga; Ca, ty] + 7 S[ta, tive —A,t | 
x w(al, — A, ta) Dax(t) dai, dxy (7.84) 


where the path integral for the kernel has been written out explicitly, 
using the methods of Eq. (2.22). 

Next, we expand S[Zo, te; 2, —A, ta] and w(z/,—A, t,) in Taylor series 
and keep only the first-order terms. The exponential function becomes 


. N-1 
: i 
exp £ y S[xi41, i415 Li, ti] + 7 Sita tet 
i=2 


4, OS[xo, te; zi, tal 
x f.- =A ei (7.85) 


We may drop the brime notation in the integral defining the transition 


amplitude, since zx}, is a variable of integration. The form of Eq. (7.84) 
now becomes 


(X|1|v) = | [rox )(a) dxg dxy — 5A/ fx K(b,a) (7.86) 


OS waster asta BOY es i) 
x tatty, ta) + | dZ_q dxp 
where we retain the notation that point x2 is spaced along the path z(t) 
only by the short time interval e from the point z, = 2; and t2 = t, +e. 
The first term on the right of Eq. (7.86) is identical to the transition 
amplitude on the left. This means that the remaining term must be zero. 
But this remaining term is a combination of two transition elements. 


Thus 
OS|xo, ta + € La, ta] fh Ow (La, ta) 
x |- On, ¥)= . Q i” Ot, ee 


In the convention of Eq. (2.22) we use the classical action along each 
of the short segments of the path. Thus the action S[b, a] appearing in 


1 
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Eq. (7.87) is the classical action for the initial path element. Its negative 
derivative with respect to Zq is the classical definition of the momentum 
at Zq (see Eq. 2.11). So we can write 


(X|pal) = (x h x) 


Sm (7.88) 
which is the same result as that obtained in Eqs. (7.78) and (7.79). 

Sometimes working with a complicated S' that results perhaps from 
the partial elimination of interacting parts, we would like to identify 
the functional p(t) which corresponds to the momentum at time t. The 
work of the preceding paragraph suggests a general definition. The 
first-order change in the transition amplitude (X|1|), if all coordinates 
corresponding to times previous to t are shifted by —A, is this A times 
(X|p(t)|). From this principle the momentum functional may be found 
for an arbitrarily complicated S. In a like manner, the hamiltonian or 
energy functional can be defined by shifting the time variables, as we 
shall describe in Sec. 7-7. 


Problem 7-12 Show, if g is any function of position only, that 


(x|# v) 7 (| see) — g(x) ) 


° [oe] 

=-_/ x*(gH— Hg) de (7.89) 
A Joo 

Consider the case that g is a function of the time as well. Show that the 

transition element of dg/dt is equivalent to the transition element of the 

operator —(i/h)(Hg — gH) + 0g/dt. 


Problem beak Show that 


(X|mz|p) = =- _ x (eH Hp)yp dz (7.90) 


and argue for any snatiiy A, given in terms of an operator or otherwise, 


that dA/dt is equivalent to —(i/h)(AH — HA) + 0A/dt. 


Next we consider an expression F’ involving two quantities evaluated 
in rapid succession, such as 


Fi Rae (7.91) 
This evidently gives 
(X|F lw) = a. iy (z,t+e)cK(z,t+e,y,t)yw(y, t) dy dx 

—-— ” x(a, t)x* (a, t) dx (7.92) 


€ —co 
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where t = ty. In developing Eq. (4.12) from Eq. (4.2) we saw 

[/ Ket+euotnay= fe) - EHFG) (7.98) 
so that the first integral in Eq. (7.92) is 

Le (x,t + €) (1- cH) x(a, t) dx (7.94) 


Expressing X* by Eq. (7.76) and using the hermitian property of H, we 
find that this integral is 


=f x (2,4) (1 4: GH) a x (1 = - w(x, t) dz (7.95) 
=f X* (2) 22x act fx x)(Ha — 2H)xv(zx) de 
Thus finally 
os 
e 


i: ) = af X*(z,t)(Hxe — cH)xp(z, t) dx 
/ X* (x, t)pry (a, t) dx (7.96) 


—Co 


I 


the last step following from Eq. (7.78). 

This is an example of the general rule: In writing the integral defi- 
nition of the transition element for a set of quantities corresponding to 
a succession of times, the corresponding operators are written in order 
from right to left, according to the order in time of the original transi- 
tion element. If there is a finite time interval At between them, a K, 
or alternatively the operator et @/")44* must be inserted. (For an ex- 
ample, see Prob. 7-16). As the time interval e between two successive 
quantities approaches zero the K approaches a Dirac delta function and 
the rule results. 


Problem 7-14 Show that the transition amplitude of 
(m/€)(Le41 — Lk) f (E41) is equivalent to that of (f -p). 


Problem 7-15 Show that the rule works for two successive 


momenta, that is, 
v)= [[ewdnrvte,)acay (7.97 


a O 
= —1 / / (ys) 2 5vle,t) de dy 


Tkt+1 —Tk Le —- LK-1 
(x pn TEtt = Py TE et 
€ € 


7-6 
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(x 


ift; =t and ty, = s, provided t; > t,. What happens if t; < t,? 


Problem 7-16 Show that 


“t|y) = eee (2 Hak (ata s 5 wy, s) dy dz 


(7.98) 


= 
tim 


Notice that the square of the momentum p? corresponds to pp, or 
two successive velocities times mass multiplied together (as in Prob. 
7-15). It does not correspond to the simple square of velocity at one time, 
(X|m?(re41 — Ze)? /e?|w); for that goes to infinity as mh/ie when € — 0, 
as we have seen in Sec. 7-3, particularly in Eq. (7.49). The difference 
between this expression mh te and the left-hand side of Eq. (7.97) is in 
fact p” in the limit. That is, 


(prea 


€ € 


Problem 7-17 Prove this, using Eq. (7.40) with 


Tki1 — Lk 
Wt Say ee 
€ 


THE PERTURBATION SERIES FOR A VECTOR POTENTIAL 


The singular behavior of the transition element of the square of the 
velocity, as shown in Eq. (7.49), has as a consequence the fact that 
many expressions involving velocity must be translated with care. For 
example, the lagrangian for a particle of charge e in an electromagnetic 
field is 


L(x,x,t) = six? — ed (x,t) + =X-A(X, t) (7.100) 


Let us take ¢ = 0 and ask for the effect of the vector potential A consid- 
ered as a perturbation. That is, with S99 = (m/2) f |x|? dt, 
o = (e/c) { x-A(x, t) dt, we develop a series for use in a perturbation 
treatment and solve for the resulting transition elements. Thus 

i 1 
(e'7/") 5. = (1), + 5 (7) So — ape 7 So aes (7.101) 
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The first-order term is te/fc times the expression 


( / : AGED) at) (7.102) 


We wish to translate this to operator notation. In defining o for a 
discontinuous path (a series of steps of time length €) we might at first 
expect to write either 


e 

oe es So (xe41 — Xx)A(Xx, te) (7.103) 
c k 

or 
e 

c=- So (Ket — X~)*A(X41, te41) (7.104) 
e k 


Either one, in the limit of a continuous path, gives the integral for o. 
But if we look at a particular component of A, say, A,, we find that 
A,(Xx41,th41) differs from A,(xz,t,) by approximately 


OAz 
Ot 


which, when multiplied by x,41 — x, again, might be expected to be of 
second order in € for each k, thus leading to a term of first order in ¢€ 
when the sum over k is performed. But our paths are not continuous 
and the transition element of the mean square of 2,41 — 2x is of first 
order. In fact (see Prob. 7-6) 


(Xk41 ai Xz)? VAz +€ 


(7.105) 
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etc., to first order in «. Hence Eq. (7.103) differs from Eq. (7.104) by 
approximately 


=, LE aN eS = oo [ve ade (7.106) 
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a zero-order term. So it is imperative to decide which form is correct. 
The general answer to such a question was given in Chap. 2. There 
the rule given was that S' is replaced by }°, Sci[txe41, te+1; 2k, te], where 
So is the classical action to go from one point to a neighboring point. 
It is not necessary to calculate this action exactly, but only sufficiently 
closely to resolve ambiguities. Equations (7.103) and (7.104) are not 
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sufficiently closely calculated for this purpose, but the classical action 
for a short interval is very close to 


m |Xk+1—Xkl? | e A(k+1)+A(k 
Salk +148] = FEE + cps — xe) ( ( ) ) 


(7.107) 


Therefore, the correct expression for a is the average of Eqs. (7.103) and 
(7.104), so that the transition element of Eq. (7.102) is 


(Towa — Xg)*5[A(Xe41, thy) + A(Xe, wo (7.108) 


k 


Leaving the sum over k for later evaluation (as an integral over time) 
the result is the operator (1/2m)(p-A + A-p) (see Prob. 7-12). 

That is, in an electromagnetic potential, the first-order term in the 
perturbation expansion Eq. (7.101) has the same form as the first-order 
term given in Eq. (6.11), but with the quantity V replaced by the oper- 
ator —(e/2mc)(p-A + A-p). 

This conclusion is not true for the second-order term in Eq. (7.101). 
The second-order term requires our finding 


-5 (=) ( [ace a) = (7.109) 
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Nothing special happens for the terms with j # k, and we obtain in fact 
precisely the second-order term expected by comparison to Eq. (6.13) 
with V replaced by the operator —(e/2mc)(p-A+A-p). But when 
j =k, the coincidence of the two velocities gives a new term. In view of 
Eq. (7.49) and Prob. 7-6 we get an additional quantity 


e\2 / the A(k A(k)\? 
-; (2) (Bey (Aap ea) (7.110) 


which is equivalent to —i(e?/2hmc”) [[A(x, t)-A(x, t)| dt and has the 
same effect as the first-order action of a potential (e?/2mc?)A-A. 
Thus the perturbation expansion for the action of a vector potential 
has the same form as Eq. (6.17). The potential V is replaced by the 
operator —(e/2mc)(p-A + A-p) + (e?/2mc?)A-A. We have shown it 
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to second order in A, but a little consideration shows it is true to any 
order. 
The hamiltonian for a particle in a vector potential A is 


1 e e 
H= = ( -<a).( ~<A) Tits 
srg Ua De (7.111) 
It differs from that of a free particle, namely (1/2m)p-p, by just this 
operator —(e/2mc)(p-A + A-p)+(e?/2mc?)A-A. This is a much easier 
way to arrive at the result we have just obtained. 


THE HAMILTONIAN 


Using what we have so far derived, it would be very easy to write 
down the transition amplitude for the hamiltonian. We take the tran- 
sition amplitude for the square of the momentum, divide it by 2m, and 
add the transition amplitude for the potential. In this way the hamilto- 
nian itself at the time t, could be written as 


Hy = > (As “ (= ==) 4 V (xx) (7.112) 


while in operator form we have the transition element of the hamiltonian 
as 


(oe) 2 oe) 
(X|H |p) = i x" - ip vie) ae i X* Hu de (7.113) 

Although this method for defining the transition amplitude for the 
hamiltonian gives a perfectly correct result, it is somewhat artificial, 
since it does not exhibit the important relationship between the hamil- 
tonian and time. Therefore, we shall next consider an alternative def- 
inition of this transition element based upon an investigation of the 
changes made in a state when it is displaced in time. This approach will 
also enable us to define Hy, given only the form of S, no matter how 
complicated. 

To carry out this investigation, we break up the time axis into in- 
finitesimal intervals, just as we did in defining path integrals. Now, 
however, it is important to point out that the subdivision of time into 
equal intervals is not necessary. Clearly, any subdivision of time into 
equal intervals is not necessary. Any subdivision into instants t; will be 
satisfactory; the process of taking limits is characterized by having the 
largest spacing t;41 — t; approach zero. 
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For simplicity, our system will consist of a single particle moving in 
one dimension. The action is represented by the sum 


c= S> Sl tetas tt (7.114) 
i 
where 
tiga 
Olea tees ee; til -/ L(&, x,t) dt (7.115) 
t 


The integral in this expression is taken along the classical path between 
x; at t; and 2,4; at t;,1. For our one-dimensional example we can write, 
with sufficient accuracy, 


2 

Mm [ Li41 — Xj 

S[rigt, bgt; Gi, ti] = | > (Fes) —V(xi)| ti41 —ts) (7.116) 
2 \ tigi — bi 

The normalizing factor associated with an integral over x; at the time 

t; is the same one we have used before, namely 


: ; eae 1/2 
i (ates) (7.117) 
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The relation of H to the change in a state with displacement in time 
can now be studied. Consider a state w(t) specified within a space-time 
region R. Now imagine that at the same time t we consider another 
state W(t), specified within another region Rs. Suppose the region Rs 
is exactly the same as R except that it is earlier by a time 6, that is, 
displaced bodily towards the past by atime 6. All the apparatus required 
to prepare the system for Rg is identical to that for R but is operated 
a time 6 sooner. If the lagrangian L depends explicitly on time, it too 
must be displaced; i.e., the state ws is obtained from the LD used for the 
state w except that in writing Ls we use the time variable ¢ + 6. 

Now we ask: How does the state ws differ from ~? In any measure- 
ment the chance of finding the system in some fixed region R’ is different 
depending on whether the region of origin was R or Rs. Consider the 
change in transition amplitude (X|1|ws) produced by the shift in time 6. 
We can consider this shift as effected by decreasing all values of t; by 6 
for i <k and leaving all t; fixed for 7 > k. 

If the reader looks ahead at this point, it may appear to him that we 
are headed for trouble. Clearly, it is our intention eventually to take a 
limit as all infinitesimal time intervals are decreased to zero. However, 
with the present setup, at least one time interval ¢,,; — t, has a lower 
bound, so that it cannot be indefinitely decreased. This difficulty could 
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be straightened out by assuming the time shift 6 to be itself a function 
of time. We can imagine that it is turned on smoothly before t = t, and 
turned off smoothly after t = ty. Then keeping the time variation of 6 
fixed, we can let all time intervals proceed smoothly to zero, including 
th41—t,. We would then investigate the first-order effect of the time shift 
by letting the magnitude of 6 approach zero. The result obtained by this 
more rigorous process is essentially the same as that of the procedure 
we are using in our present example. 

Returning now to our investigation of the effect of the time shift we 
see that the action S[2j41, ti41; 2;,t;] as defined by Eq. (7.115) will not 
change so long as both t;4, and t; change by the same amount. On 
the other hand, $/[24%41, th41; Zr, th] changes to S[@41, th413 Zr, te — 5). 
Furthermore, the factor A associated with the integration over x, is also 
altered and becomes 


_ 1/2 
Ais —_ (7.118) 


We use Eq. (7.2) to define the transition amplitude. Keeping in mind 
that the path integral depends on both the action S$ and the normalizing 
factor A (both of which are altered by our time shift) we can write the 
change in the transition amplitude to first order in 6 as 

16 
wy? 


(7.119) 


OS [tp+1, te413 2k, te] h 
Otr 2i(th+1 — tk) 


(x{1I) — Ol 1hba) = (x 


the second term coming from the change in A. We wish to define the 
functional corresponding to the hamiltonian in quantum mechanics as 


H, = Ciltetiteriterte] A (7.120) 
Oth 2t(te+1 — tr) 


The first term on the right-hand side of this last equation is the defini- 
tion of the classical hamiltonian. The second term is necessary in the 
quantum-mechanical definition in order to keep Hy finite as the time 
interval t,41; —t, goes to zero. This last term is a consequence of the 
change in the normalizing factor A due to the time shift 6. 

Applying this result to the specific one-dimensional example indi- 
cated by Eq. (7.116), we can write the operator H; as 


2 
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The second of these equations is based upon the results obtained in 
Eq. (7.54). By writing the product of velocities as the product of two 
successive velocities, we can do away with the apparently extraneous 
term fi/(2i(th41 — th)). 

Using the relation ts; = t — 6 for all values of t < tx, we have 
Ow Ow 
w(t) = (ts) + Oa- 

Ot 

connection the function w defined in the two regions R and Rs. Thus the 
cycle of relations connecting operators to the Schrddinger equation and 


to path integrals can be closed with the result obtained by combining 
Eqs. (7.119), (7.120), and (7.122): 


5 (xh 


which leads us back again to the Schrédinger equation 
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For arbitrarily complicated actions we can find an expression for the 
hamiltonian (i.e., a functional corresponding to the energy) by asking for 
the first-order change in the transition amplitude (X|1|w) when all times 
previous to t are shifted by —6é and writing this change as (X|H(t)|w)6. 


Harmonic Oscillators 


THE problem of the harmonic oscillator is perhaps the simplest in quan- 
tum mechanics. We solved it completely in Prob. 3-8 when we found 
that the kernel for the motion of a harmonic oscillator is 


mw ) 1/2 
2riAhsinwT 


x exp {eget + £7) coswT' — 2a} 


K(2p,T; 2,0) = ( (8.1) 


2h sinwT 


If we are to make full use of this, we should look at all sorts of problems 
which involve harmonic oscillators, either exactly or approximately. It 
is the purpose of this chapter to describe several such problems, both 
those involving single oscillators and those involving systems of interact- 
ing harmonic oscillators. We could carry this program to extremes and 
include all kinds of classical vibration problems (plates, rods, etc.), but 
such systems are so large that it would be a waste of time to analyze the 
quantum-mechanical corrections. Instead, it would be better to look at 
systems on the atomic scale. For example, we might analyze the oscilla- 
tions of the molecule CO. In so doing, we find that the potential energy 
between the carbon and oxygen atoms is not exactly quadratic. Never- 
theless, for the lower-energy states the potential is so close to quadratic 
that a pure harmonic oscillator treatment is a good approximation for 
many purposes. 

In a much more complicated polyatomic molecule, when the excita- 
tion energy is not too high, the travel of the atoms is small compared 
with their spacing. In this case again the potential energy is very nearly a 
quadratic function of the coordinates. Thus the system is approximately 
equivalent to a set of coupled harmonic oscillators. A solid crystal is, 
from one point of view, a polyatomic molecule of great size. As such it 
is a vast array of interacting harmonic oscillators. 

As another example we can consider the electromagnetic field in 
a cavity. Classically, there are several patterns of standing waves, or 
modes, in which the field can vibrate harmonically with a definite fre- 
quency. In quantum mechanics, each of these modes constitutes a quan- 
tum oscillator. 


THE SIMPLE HARMONIC OSCILLATOR 


Solution from the Schr6dinger Equation. In this section we 
shall develop a number of relations describing the simple one-dimensional 
harmonic oscillator. We shall begin with the language of the Schrédinger 
equation. Problem 2-2 gave the lagrangian describing a one-dimensional 
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harmonic oscillator as 


Ee = (é ~ wx?) (8.2) 


The corresponding hamiltonian, which we use in the present treatment, 
is 


se rR Te 8.3 
gm 2 C2) 
The wave equation is then 
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Since the hamiltonian is independent of time, the wave equation is easily 
separated, and it yields wave functions of steady states of definite energy 
En. The time-dependent part is proportional to e~(¢/") Ent, 

Recalling that the momentum operator p corresponds to differen- 
tiation with respect to x (see Sec. 7-5), we can write the Schrddinger 
equation for the spatial part of the wave function as 


2 2 2 
H6n(2) = — po Sybn(t) + G90) = Endn(2) (8.5) 


This equation is easily solved. The result is given in many books on 
quantum mechanics.! The eigenvalues for the energy are 


En, = hw(n + $) (8.6) 


where n is an integer: 0, 1, 2,.... The eigenfunctions ¢,(z) are 


1 mw 1/4 frmw 2 
Se eee aidicatss —(mw/2h)x 


where the functions H, are the Hermite polynomials 


Ao(y) =1 
Ay(y) = 2y 
Aa(y) = Ay? =2 


y? d” 2 


H,,(y) = (-1)"e ae (8.8) 


17.1. Schiff, “Quantum Mechanics,” 2nd ed., McGraw-Hill Book Company, New 
York, 1955. 
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The Hermite polynomials are best defined by their generating func- 
tion 


(42 = ” 
erate. An(y) (8.9) 
n=0 : 


We can obtain these results in another manner. The functions ¢,,(z) 
have been obtained by solving a differential equation, namely, the time- 
independent case. However, we already have a solution for the time- 
dependent case. From this solution we should be able to derive these 
functions directly. It is instructive to carry out this derivation to illus- 
trate some of the formulas which have been derived in earlier chapters. 


Solution from the Kernel. We have worked out the kernel de- 
scribing the motion of an oscillator in Prob. 3-8. And we know from 
Eq. (4.59) that this kernel can be expanded in terms of energy eigen- 
functions. That is 


1/2 
(,) exp {rl + £7) coswT — 2st) 


QrihsinwT sinwT 
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Using the relations 


isin? = Le? (1 e-7) 
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we can write the left-hand side of Eq. (8.10) as 


(my e WT/2(1 _ e%iwT)—1/2 (8.12) 
—2iw —iwT 
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We can obtain a series with the form of the right-hand side of Eq. (8.10) 
by expanding Eq. (8.12) in powers of e~’?. Because of the initial factor 


ei¥T/2 the terms in the expansion will be of the form e~#7/2e—*”™T 
forn = 0,1,2,.... This means the energy levels are given by 


Ey, = hw(n + 4) (8.13) 


To find the wave functions, we must carry out the expansion com- 
pletely. We shall illustrate the method by going only as far as n = 2. 
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Expanding the left-hand side of Eq. (8.10) to this order we have 


Tru \ 1/2 ; i 
( e Ere] af se +... -) (8.14) 
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From this we can pick out the coefficient of the lowest term. It is 


mw \ 1/2 3 tees 4g? _ ; 
(=) ew /2,—(mw/2h)(z2+22) — ¢ G/MEOT (24) $8 (22g) (8.16) 


This means that Lo = Shw and 


mu \ 1/4 —mwax? 
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We have chosen ¢9(z) to be real. We could make it complex by including 
a factor e*°, where 6 is a real constant; however, it would make no 
difference to any physical result. 

The next-order term in the expansion is 


(ye Mie —iwT /2,—(mw/2h)(x} +22) ne apt,e iT 
=e WMATS, (xp) b4 (2a) (8.18) 
which implies that EF; = hw and 
2mw ie 
é(2) = (7) dela) (8.19) 


The next term corresponds to Ey = > hw. The part of the term 
depending on Zy and Z, is 


ee —(mw /2h) (x +25) |= ee a 2 2 
( Th ) : F a h2 Lyra hh (x5, + ee) (8.20) 


This must be the same as $,(2,)¢3(%q). Since the expression in the 
brackets can be rewritten as 
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bale) = Te (Fa? — 1) dole (8.22) 


These results are the same as those obtained from the solution of the 
energy wave equation, Eqs. (8.7) and (8.8). 

All of the wave functions may be obtained in this manner. How- 
ever, it is a difficult algebraic problem to get the general form for $,(z) 
directly from this expansion. A less direct way is illustrated in the prob- 
lem. 


Problem 8-1 The amplitude to go from any state w(x) to another 
state X(z) is the transition amplitude (X|1|w) as defined in Eq. (7.1). 

Suppose w(x) and X(x) are expanded in terms of the orthogonal 
functions ¢,(xz), the energy solutions to the wave equation associated 
with the kernel K(b, a), as discussed in Sec. 4-2. Thus 


b(2) = So Undn(z) X(t) = D> Xngn(2) (8.23) 


Using the coefficients 7, and X, and Eq. (4.59), show that the transition 
amplitude can be written as 


/ : Me) Ky, Tian 00a; dade, > Nae Vee" 
—ocod —oo = 
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Next, suppose we choose a special pair of functions w(a) and X(z) for 
which the expansion on the right-hand side of Eq. (8.24) is simple. Then 
after obtaining the functions ~, we could get some information about 
the wave functions ¢,(z) from the expansions of Eq. (8.23). Suppose 
we choose the functions w(z) and X(z) in the following way 


mw 1/4 = —a)? 
o(z) = (=) einer) (8.25) 
1/4 
X(z) = (=) e- (mw /2h)(a—b)? (8.26) 


These functions represent gaussian distributions centered about a and 
b respectively. We shall call Wn = %n(a) and Xn = n(b). Determine 
the transition amplitude (X|1|w), where w(x) and X(z) are given by 
Eqs. (8.25) and (8.26), and the kernel is that for a harmonic oscillator, 
Eq. (8.1). Perform the integrals in Eq. (8.24) to get 


exp {-=* — eee (a + >? — 2aber") | = >> bn (b)d, (ale Fo? 


(8.27) 
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From this result show that E, = hw(n + 4) and that 


Wn(a) = (=) - = exp {| (8.28) 


Use this result in Eq. (8.23) and write for ¢,(z) the form given by 
Eq. (8.7) considering the H,(y) still unknown. From this derive the 
generating function of Eq. (8.9) for these functions H,,(y). 


THE POLYATOMIC MOLECULE 


In the preceding section we derived the wave functions and energy levels 
which describe the simple harmonic oscillator. In this section we begin 
our investigation of systems of interacting oscillators with the study of 
polyatomic molecules. We begin the analysis by assigning coordinates 
describing the position of each atom in the molecule. The position of 
any particular atom a will be given by the three cartesian coordinates 
La, Ya, and 2,, whose origin lies at the equilibrium position for the atom. 
If the mass of the atom is mg, the kinetic energy of the whole molecule 
is given by 


1 
» 5 Malta 4+ 92 + 22) (8.29) 
a 


where the summation is carried out over all atoms in the molecule. 

It will be more convenient for this general discussion to avoid the 
vector aspects of this description by making the following modification. 
We suppose there are N atoms in the molecule. We shall define n = 3N 
coordinates in the following way: 


q1 = V Mea La q2 = V Me Ya q3 = V Me Za (8 30) 
ga = Ms Lp d5 = /™Mb Yb sas 


In terms of these new coordinates the kinetic energy is 
lo. 
KE. =5 Se (8.31) 


The potential energy is the function V(q1, q2,.--;@n) of all the dis- 
placements g;. We can expand V in a Taylor series around the equilib- 
rium position gq; = 0. Thus 
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V (91, 92)-++14n) = V(0,0,...,0) + 5 ajVj(0,0,..., 0) (8.32) 
j=l 
1 n n 
j=1 k=1 
where 
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The first term is the potential energy at equilibrium. It is a constant 
independent of the q;. We shall assign it the value zero by shifting 
the zero-level of potential energy. The second term contains the factor 
V;(0,0,...,0), which is the potential gradient or force associated with 
the coordinate q; and evaluated at equilibrium position. This factor is 
therefore zero. To put this another way, since equilibrium corresponds to 
a minimum of potential energy, the first-order change for displacements 
about equilibrium must vanish. 

The factors V;,(0,0,...,0) appearing in the third term comprise a set 
of constants whose values depend on the structure of the molecule. Call 
these constants v;,. Now suppose we neglect all higher-order terms. 
In this approximation the potential energy involves each coordinate 
quadratically. Even if the potential is not a pure quadratic function 
of the coordinates, our approximation will be valid for small displace- 
ments. It is by this approximation that we represent our molecule as a 
system of harmonic oscillators. 

Combining Eqs. (8.31) and (8.32), we can write the lagrangian as 
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Next, we introduce this lagrangian into the path integral which defines 
the kernel° describing the motion of the atoms in the molecule, 
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All of these path integrals are gaussian, and thus they can be solved 
by the methods discussed in Sec. 3-5. To carry out that solution, we 
shall have to find those paths q,(¢) which give a stationary value for the 
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action integral. Variation with respect to each q;(t) gives these paths as 
solutions of 


G;(t) = — > vjKed(t) (8.36) 
k=1 


This last equation says that the force on any single atom in a particu- 
lar direction is some linear combination of the displacements of all the 
atoms. 

Such systems of interacting oscillators have been analyzed to a great 
extent from a classical point of view. Since in many problems of quan- 
tum mechanics we obtain the classical action as the first step in solving 
the kernel, all of this classical work is of great value to us. One impor- 
tant result of the classical analysis is the following. There are special 
ways to distort the molecule so that, as time goes on, the motion is of 
the simple periodic sinusoidal type. The pattern of distortions remains 
the same, and only the amount of the distortion varies sinusoidally with 
time. Different patterns of distortion, or, as we say, different modes, 
correspond in general to different frequencies. There may be some with 
zero frequency, and some groups of modes may all have the same fre 
quency. The important fact is this: Any small displacement motion of 
the molecule can be built up as a linear combination of such modes. 
This kind of motion is called a normal mode. 

If there are N atoms in the molecule, then the molecule has n = 3N 
modes of motion. Thus, for example, the molecule CO has nine modes, 
as Shown by Fig. 8-1, where the motion of each atom is indicated by an 
arrow. Only modes 1 to 4 are periodic (i.e., have a non-zero frequency) 
and the direction of motion during the first half-cycle is indicated. For 
the second half-cycle, reverse all arrows. 
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Fig. 8-1 Normal modes of the CO2 molecule. The symbol @) means motion 
out of the plane of the paper, and @) means motion into the plane. Modes 1 
to 4 are periodic; modes 5 to 7 are continuous translations; and modes 8 and 
9 are continuous rotations. 
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We shall next derive the mathematical description of the modes. 
This derivation is, of course, part of classical physics rather than quan- 
tum mechanics. Consider a particular mode of frequency w. All of the 
coordinates q;(t) move together and at the same frequency. There must 
be some special set of initial displacements a;, different for each mode, 
such that if all initial velocities are zero, the subsequent motion of any 
coordinate can be written as 


qj(t) = a; coswt (8.37) 


Substituting this equation into Eq. (8.36) gives 
n 
way = S> Vik Ak (8.38) 
k=1 


This last formula is actually as set of n equations for the n unknowns 
a;. Since it is homogeneous, it has a solution only if the determinant of 
coefficients vanishes. Thus we require 
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This equation has n solutions for w?. For a particular solution, say we, 
we can get solutions for the set of equations (8.38). We shall call these 
Ajq. The sizes of the solutions aj, are determined relative to each other, 
but the overall magnitude of the whole set is arbitrary. We shall choose 
this magnitude so that 


Soa (8.40) 
j=l 


We can repeat this process for all of the n modes, a = 1,2,...,n. We 
determine n values of wo, and for each value of a we obtain the solutions 
for the n constants ajq. 

Any possible motion of the system is a linear combination of these 
modes. We can write an expression for a general type of motion as 


q3 (t) = > Cadje cos(Wat zg bx) (8.41) 


a=1 


Here the constant of amplitude C, and the constant phase 6, depend 
on the initial conditions. That such an expression does represent the 
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motion of the system is easily verified by substituting Eq. (8.41) into 
Eq. (8.36). 
It is convenient to use the complex notation for Eq. (8.41). That is, 


q;(t) = Re {> Catiaete | = Re > eatin) (8.42) 
a=1 a=1 


The complex constants c, depend on the initial conditions, and they 
can be determined as follows. If the initial positions and velocities are 
q;(0) and q;(0), respectively, we have 


q;(0) = Re »» catia} = S> Re{Ca}aja (8.43) 


n nr 
q;(0) = Re >» sania} — a Ss" Im{coajawe 
a=1 a=1 


Since the constants aj are all real, this pair of equations determines 
both the real and imaginary parts of cy. 

We can solve Eqs. (8.43) in a simple way by using an important 
property to be expressed in Eq. (8.48), which we now derive. For any 
particular a the constants aj satisfy 


n 
Weaja = > VjkAka (8.44) 
k=1 


If we multiply this equation by a;g and sum over all values of j, we find 


n n nm 
we ye Gjn0j3 = S- ye VjkAkaG;B (8.45) 
j=l 


k=1j=1 


Since the coefficients vj, are symmetrical, the left-hand side of Eq. (8.45) 
will be the same if a and £ are interchanged. This means 


(we, — WB) Y> ajad5p = 0 (8.46) 
j=l 


Thus if the frequencies Ww. and wg are different, it must be that 
n 
>| ajaa3p = 0 (8.47) 
j=l 
If the two frequencies are the same, then the constants ajq are not 


determinate. Instead, we have the freedom to make an arbitrary choice 
which can be made in such a way that Eq. (8.47) is satisfied for a # 8. 
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Thus finally, making us of the normalization established in Eq. (8.40), 
we can write 


> 0058 = Sop (8.48) 
j=l 
where dag is the Kronecker delta. 

We can now easily find the real part of c, from Eqs. (8.43). Multiply 
the first of Eqs. (8.43) by aj;g and sum over values of 7. All terms on 
the right-hand side vanish except that for a = 6, which gives 


Re{cg} = )_ a;eq;(0) (8.49) 
j=l 
In a similar manner we can find 


Sm{o9} = ~~ Yo a5044(0) (8.50) 


Thus a complete description of any arbitrary motion of the system can 
be determined from a knowledge of the normal modes of the system and 
the initial conditions of the motion. 


NORMAL COORDINATES 


We can analyze the motion of the system in another way. Let us choose a 
new set of coordinates Qq(t), which are a particular linear combination 
of the old coordinates, namely 


= », Aia44 (t) (8.51) 
j=l 
Alternatively, the old coordinates can be given in terms of the new by 
=) _ ajaQa(t) (8.52) 
a=1 
Using Eq. (8.48), we can write the kinetic energy as 
1 n n nis 1 nm 
K.E.=5 a = 5 y 5 > 250956QaQs = 5 ee (8.53) 
j=l j=1 a=1 B=1 a=1 
The potential energy is 


=2 Lean = 2s 


j=l k=la 


S| vjKj 09K QaQp (8.54) 


1 B=1 


Ja 
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From Eq. (8.38) we have 


n 


>. UjkOKs = WBA; (8.55) 
k=1 


which means that the potential energy can be written as (using Eq. 8.48) 


= Ve; 3 3 w3QaQp Sade = 5 Q? (8.56) 
a=18=1 


j=l 


Thus the lagrangian of Eq. (8.34) can be written in terms of the new 
variables as 


z ; > (@2, - w2Q?) (8.57) 
a=1 


The lagrangian in this form represents a set of harmonic oscillators 
which no longer interact. That is, the variables are separated. Each os- 
cillator has unit mass and its own particular frequency wg. The equation 
of motion for a particular oscillator is 


Qa(t) = —w2Qa(t) (8.58) 


This means that each mode oscillates freely at its own frequency inde- 
pendent of any other mode. By comparing Eqs. (8.49) and (8.50) with 
(8.51) we see that the real part of cg and the imaginary part of —cgwg 
are just the initial coordinate Qg(0) and the initial velocity Qg(0), re- 
spectively, of the G mode. Thus the complicated molecule is equivalent 
to a simple set of independent harmonic oscillators. 

This new set of coordinates Q,, which permits us to describe the 
system as a set of independent oscillators, is called a set of normal 
coordinates. Using the lagrangian given by Eq. (8.57), we can write the 
path integral describing the motion of the system in terms of normal 
coordinates as 


K= |. [oot 7 [a0 sAazcolat} Dx) --Dexto 
(8.59) 


This last result can be obtained directly from Eq. (8.35) by the ex- 
plicit substitution g;(t) = 5°, @jaQa(t). The exponent simplifies just as 
in the classical case, while Dq --- Dan = DQ1---DQn, at least within 
a constant factor. (Since the transformation of coordinates is linear, the 
jacobian is constant. Any such constant can be absorbed within the 
definition of the normalizing factors for the path integral DQ, --- DQ.) 
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This form of the path integral can be broken down into a product of 
path integrals. Thus 


k=] [owt zs [tae ) — w2Q2 (t) at} DQa(t (8.60) 


where each path integral now describes only one mode and each mode is 
a simple one-dimensional oscillator, for which we have already obtained a 
solution. In this manner any problem of interacting harmonic oscillators 
can be analyzed. 

Since the path integral for the kernel can be separated into a product 
of path integrals, it follows that the wave function for the system in a 
given energy state can be written as the product of wave functions of 
each mode as discussed in Sec. 3-8. 

As shown in Sec. 8-1, the energy wave functions for each sepa- 
rate mode are proportional to e~(‘/")~t, where E, is the energy of 
the mode. A product of such wave functions is then proportional to 
exp{—(i/h)(>_,, En)t} From this it follows that the total energy of the 
system of oscillators is equal to the sum of all the separate energies. 
The energy in the a mode is hwe(ma + 4); where mq is an integer. The 
energy of the whole system is then 


E = hu (my + $) + hiwe(me + $) + +++ + fwn(mn + §) (8.61) 


where m1, Mo, ..., Mn are all integers (including zero). All independent 
choices are allowable because the excitation of oscillator 1 and oscillator 
2 can be in different degrees. 

If d(Q) is the harmonic oscillator wave function for the mth energy 
eigenstate, then the wave function for the complete system is 


my (Q1) me (Q2) +++ brn (Qn) = II $ma (Qa) (8.62) 


Each $m, (Qa) is as given in Eq. (8.7) with w replaced by wa. In this 
way classical physics, whereby we determine the normal modes, and 
quantum mechanics, whereby we determine the energy levels and wave 
functions for a single mode, are combined to give a complete solution 
for the energy levels and eigenfunctions of a polyatomic molecule. 

We can express the wave functions in terms of the original coordi- 
nates q;(t) by using the transformation equations (8.51). — example, 


the lowest energy state of a system, which has the energy — 3 Dale. 


os 
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has the (unnormalized) wave function 


n Wo 2 l n 
v= [Tew {- a } =e | 35 Yo aae 


nr 
= exp = SO SSS watjatkad I (8.63) 


a=1 j=l k=1 


That is, the wave function is an exponential function of the quadratic 
n n 


1 
form a De S- Mjx9;%% where the matrix element M;, is 
j=l k=1 
i nr 
Mjr = h 2 Wakjatka (8.64) 


Problem 8-2 Show that the matrix 


is the reciprocal square root of the vj, matrix. That is, show 


> S> TilTImUmk = Oj (8.65) 


l=1 m=1 


It may happen that some of the frequencies wg are zero. For example, 
for the molecule CO. the modes 5 to 9, as pictured in Fig. 8-1, all have 
frequency zero. They correspond to a translation or a rotation of the 
whole molecule, motions for which there is no restoring force. Since 
there is no restoring force, the assumption that the coordinates Q, are 
small is not generally true. A more exact analysis of the translation or 
rotation kinetic energy must be undertaken. Since such motions are not 
of interest in the present discussion, we shall assume that these modes, 
and their coordinates, either do not exist or are never excited, so that we 
have been dealing with modes for which wy # 0. If for particular values 
of a the solutions w2 come out negative (so that wa is imaginary), the 
system is in unstable equilibrium for motions in this mode, like a pencil 
balanced on its point. Instead of being simple harmonic, the motion 
is exponentially divergent, and again the coordinates Q, do not stay 
small. This case again is of no interest in the present discussion, and we 
shall assume that there are no such modes. 
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THE ONE-DIMENSIONAL CRYSTAL 


A Simple Model. We can think of a crystal as a large polyatomic 
molecule spread out in a three-dimensional array. We can begin learning 
about it by first studying a simpler one-dimensional line of equal atoms 
equally spaced, as in Fig. 8-2. Let the mass of each atom be m and 
let the displacement of the jth atom from its equilibrium position be 
q;//m. We suppose that the motions are restricted to lie along the line 
of the array, i.e., longitudinal motions only. Next, suppose each atom 
interacts only with its two neighbors, and that the potential energy of 
interaction between a pair of adjacent atoms separated by a distance 
Ris V(R). That is, we suppose the atoms are connected together by 
a set of springs. The equilibrium separation gives a minimum value 
to the potential. We shall assign this minimum the value 0. Suppose 
AR is the difference between the equilibrium displacement and some 
particular displacement. We can expand the potential in a power series 
in terms of AR, in a manner analogous to that of Eq. (8.32). We shall 
restrict our attention to those displacements which are so small that all 
terms higher than the second order in this expansion can be neglected. 
Between the jth and (j+1)st atoms the change in separation away from 
the equilibrium separation is (q;41 — 9;)//m = AR; 541. We shall call 
the second derivative of the potential with respect to the displacement 
mv? (the same for all atoms in the string). Then the potential energy 
associated with this pair is 


Vijt1 = 34" (Qj41 — G)” (8.66) 
and the lagrangian can be written as 
Lx y2 N= 
Le oy 145 mars 2 (Gr a G5) (8.67) 
j= j= 


If the first and last atoms are unattached, then the term for 7 = N in 
the expression for potential energy must be omitted. 


OL SCCO OCCT CCE CSCC = = 


Fig. 8-2 A model of a one-dimensional “crystal,” with mass particles evenly 
spaced along a line and springs connecting neighboring particles. 
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Based on this lagrangian the classical equations of motion for the 
atoms along the line are 


G;(t) = v7 [(aj41(t) — a5 (4) — (a(t) — gi (8) 
= v*[qj41(t) — 2g; (t) + qj-1(t)] (8.68) 


for all 7 except the end points 7 = 1 and j = N. Now this fact that 
the end particles have to be given separate consideration is just a mi- 
nor annoyance for most problems. Usually we are interested in the gross 
properties for a large solid and are not concerned with surface or bound- 
ary effects. In such cases the main results desired are really independent 
of the actual boundary conditions (e.g., whether or not the end atoms 
are left free or are tied down, etc.). To avoid this problem, theoretical 
physicists use a trick of assuming a special set of simple boundary con- 
ditions, called periodic boundary conditions, so that these end points do 
not require special consideration in the analysis. Unfortunately, these 
special boundary conditions occur in actuality only rarely, if at all, but 
for phenomena which are independent of boundary effects the trick is 
useful. 

The idea is to imagine that the string of atoms goes on beyond N, 
but a displacement of the (N+ 7)th atom is always exactly equal to that 
of the 7th atom. Thus the boundary condition is 


gni(t) = qr (t) dn+i(t) = q(t) (8.69) 


This boundary condition would be right if our string were tied in a circle 
like a pearl necklace. However, in three dimensions there is no such 
picture to represent the boundary condition, and it must be considered 
completely artificial. 

The value of this particular boundary condition is this. Most gen- 
eral ways of terminating the string (e.g., tying the last atom to a rigid 
wall, leaving the last atom free, etc.) result in a reflection of any wave 
traveling down the string. Only if the last atom is tied to another string 
of atoms of identical characteristics will no such reflection occur. Thus 
the boundary condition is analogous to tying a transmission line to a 
characteristic impedance in order to avoid reflections. The characteristic 
impedance is equivalent to an infinity of more line. In the present case 
we accomplish this end by tying the string to itself. We call these bound- 
ary conditions periodic, because anything the happens at the point k in 
the string is repeated again at the point N +k and again at 2N +k, etc. 
With this boundary condition, Eq. (8.68) for the motion of the atoms is 
valid for all of the atoms. 
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Solving the Classical Equations of Motion. We assume that 
the displacements q(t) are periodic with frequency w. Then we must 
solve 
—w" qj (t) = v*[a541(¢) — 2qj(t) + G-1(8)] (8.70) 


We could write down this set of equations in a determinant, and it turns 
out that the determinantal equation so obtained can be evaluated by 
theorems in mathematics. But this just means that the equations can 
be solved directly, and it is easier to solve them that way. 

We shall restrict the symbol i to mean ./—1, and not use it for an 
index. Normal mode solutions are of the form / 


q(t) = Re{Ae"*I-“9)} — Refajse*} (8.71) 


where K is a constant taking on a discrete set of values. This solution 
can be verified by substitution into Eq. (8.70). The frequency is given 
by 


; ; K 
we Say le Fate | = dy sin* me (8.72) 


This gives the values of w in terms of K, but not all values of K are 
allowed. The periodic boundary condition implies that K = 27a/N, 
where a= 0,1,2,...,N—1. (The case a = 0 is just a translation, and 
we can omit it if desired. Furthermore, the case given by a’ = N+a 
is the same as the case given by a.) Thus for any particular choice of a 
we have the frequency 


TOs 
2 pein | 
We = 2v |sin = (8.73) 
and the amplitude for the jth coordinate at that frequency is 
dis Ae Urey (8.74) 


The constants a@jq determined in the last equation are complex. They 
could be made real by combining solutions for a and —a@ (or @ and 
N — a). However, it is more convenient to leave them in the complex 
form. It is also sometimes convenient to consider both positive and 
negative values of a, and so if N is odd, for example, to consider the 
range of a to be —$(N — 1) to +4(N — 1) rather than 0 to N —1. 

The relative displacements of the atoms in the string depend on the 
size of a. The situation for two values of a, one with a small and the 


other with a = N/2, is shown in Fig. 8.3. 
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a small 


displacement qj 
GS 


a = N/2 


displacement qj 


Fig. 8-3 The displacement of atoms along a string is plotted as the ordinate 
against the equilibrium positions j7 equally spaced along the abscissa. In the 
upper case the wavelength is long compared to the spacing between atoms (a 
small). In the lower case a = N/2, and the displacements no longer give the 
appearance of a smooth sine wave. 


Although the relative magnitudes of the various constants aj, are 
determined by Eq. (8.74), the overall magnitude, determined by the 
constant A, is still arbitrary. We establish this with a normalizing equa- 
tion analogous to Eq. (8.48). Thus choose A so that 


N 
> G54; 6 = Sap (8.75) 
j=l 


which implies that 


fees (8.76) 


JN 
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We are now in a position to represent the various modes with their 
normal coordinates as 


N N 

l Weg 

t)= S, aj09g;(t) = —= S> gj(the ros (8.77) 
j=l ees 


where an arbitrary motion is q;(t » Cajal eat) in analogy 


with Eq. (8.42). These normal coordinates are ae complex, but we can 
ensure that the lagrangian derived from them is real by writing it as 


N-1 
L= 5 > (@20. — 42020.) (8.78) 
a=0 

Perhaps this use of complex coordinates Q, needs a word of expla- 
nation. Since q;, the physical coordinates, are real, Eq. (8.77) implies 
Q* = Q@_, so that, although two real numbers are required to spec- 
ify each complex coordinate Q,, only N independent real numbers are 
needed for all of them. If one prefers real coordinates, one can define 
instead two real quantities as coordinates by writing 


1 c Tay 
Qa = ya ea as iQo) 
ae 
Q, x Se Bie Q_.a) (8.79) 
(00) (8.80) 


(2 
A term such as the kinetic energy is expressed in real variables as 

er : 3 ee 
31(Qa)* + (@2)") = QaQ-a = Qa (8.81) 
(The factor 5 reappears in Eq. (8.78) because we sum there over all a, 
plus and minus, counting thereby each term twice, Q* ,Q_4 = Q,Q%.-) 
Thus quadratic expressions derived previously for real quantities appear 


now as products of one complex number by its conjugate (for example, 
Eq. 8.75). 


Problem 8-3 Show that Q&, Qé are normal coordinates corre- 
sponding to standing wave normal modes cos(27aj/N) and sin(27aj/N), 
in the sense that (for N odd) 


on Vel Ee ora; 
at) =f [S050 + Yo [ele cos Ae 


a=1 


27a 2n0j 


q(t) sin 


(8.82) 
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Problem 8-4° Show that the ground-state wave function for the 
lagrangian of Eq. (8.78) can be written 


N-1 
Bo = Avw 35 > 2, ¥aQ Qa (8.83) 


(where A is a constant) by starting with the wave function in terms of 
the real variables Q¢, and Q%. 


Problem 8-5 A transition element which employs the same wave 
function as both the initial and final states is called an expectation value.! 
Thus the expectation value of F' for the ground state ®o of Eq. (8.83) is 


(So|F|®o) = / se / / SRF, dQidQy---dQy-1 (8.84) 


(The integral over complex variables is defined as equal to the corre- 
sponding integral over real normal coordiantes QS and Q§.) Show that 
the following expectation values® are correct (for a # 0): 


(®91Q,.|®o) = (®olQ%|Go) = 0 


) 
(®9|Q5,|Go) = alle: Ba) = =0 
(© |Q3.Q.|%o) = 5 (@olt|o) (8.85) 
(Bo |Q3.94|Po) = ws a# 6 


Thus with the lagrangian written in terms of normal coordinates 
we have reduced the system to a set of independent simple harmonic 
oscillators. The quantum-mechanical part of the solution follows in a 
straightforward manner just as it did for the case of the polyatomic 
molecule. All that we need to know is the quantum-mechanical solution 
for an independent simple harmonic oscillator. 


Problem 8-6 Show that the constants aj;q are the same even if the 
coupling is not just to the nearest neighbors but extents with strengths 
A, to atoms k spaces away. Assuming A, falls rapidly enough for large k, 
find the values of the frequency wa when such a coupling is present, i.e., 
when the potential energy, instead of being given by Eq. (8.66), is given 
by a similar equation, but one which contains the relative displacements 
of all pairs of atoms, each one multiplied by the appropriate Ax, that is, 


= (v?/2) 7S An (ate — &)? 
j ok 


1Compare this definition of expectation value with the definition of the expected 
value of an operator given in Sec. 5-3, particularly in Eq. (5.46). 
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THE APPROXIMATION OF CONTINUITY 


The particular modes which we have determined here are those in which 
each atom oscillates with a phase difference behind the one next in line. 
There is a wave of oscillation passing down the line of atoms. If the 
phase difference between adjacent atoms is small, then the wavelength 
is long. 

Of special interest is the behavior of the atoms in the long-wavelength 
modes. If the wavelength greatly exceeds the spacing between atoms, 
this spacing is unimportant. In this case the motion can be very well de- 
scribed by the fictitious “continuous medium” concept. A line of atoms 
can be replaced by a continuous rod with certain average properties, 
such as the mass per unit length p = m/d. More physically, a real rod 
is actually a discrete set of atoms. In this section we shall develop the 
approximation of continuity, wherein a line of atoms is replaced by a 
continuous string. 

For a particular mode of motion the phase difference between adja- 
cent atoms is 27a/N, so that a wavelength contains N/a atoms, or if d 
is the equilibrium separation distance between neighboring atoms, the 
wavelength is \ = Nd/a. The wave number is 


2x 27a 

= ame 7 (8.86) 

The wave aspect is made more clear in the mathematical represen- 
tation of the motion by a slight change of notation. We shall refer to 
each mode by its k value instead of by its a value. Then a summation® 
q@ over the modes means a sum over discrete values of k. These values 
are the integers multiplied by 27/L, where L = Nd is the length of the 
string. Suppose z; = jd is the equilibrium position of the jth atom. 
Then the equations describing the motion of the atom become 


Ojk = ao (8.87) 
Ope 3 qje 9 (8.88) 
VN 
been. 2 
OF Ss” One® (8.89) 
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and 


oO. 


kd 
sin 7 (8.90) 


We now assume that the separation between atoms is very small com- 
pared to the length over which disturbances change. Using the symbols 
we have already defined, such situations as this are described by kd « 1. 
If we call the product vd = c, then for kd small we have w & kc. In this 
situation we can think of the coordinates g; as being functions of posi- 
tion along the line of atoms. That is, we can specify the displacement 
of the 7th atom, as shown in Fig. 8-3. For long waves the displacements 
g(x;) and q(xz;41) are nearly equal, and we can consider the function 
q(z) as a smooth continuous function defining displacement as a func- 
tion of equilibrium position along the line. The normal coordinate @(k) 
is a Fourier transform of g(x). That is, Eq. (8.88) can be replaced by 


L 
Q(k) = a q(a)e~*** dx (8.91) 


This replacement is based on the approximate relation 


N L 
> i (Sas (8.92) 


which becomes more valid as the spacing between discrete points be- 
comes very small. 
A similar relation, namely, 


N T 2n/d 


SoC ek ® oe (8.93) 
leads to the inverse transform 


ae 
a= e'** dk (8.94) 


air je 


To make these quantities of more direct physical significance, let the 
actual displacement of the j atom be u;. That is, g; = \/mu;, where m 
is the mass of one atom and is equal to pd. Let the Fourier transform 
of u be U. Thus 


i 
U(k) = i u(x)e *** dx (8.95) 
ft) 
while the inverse transform is 


as hg OK 
= b\ ptka “IY 
2) = / U (ket (8.96) 
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The new normal coordinate is then U(k), and it is related to the previous 
normal coordinate Q(k) by 


L 
U(k) = ——=Q(k 8.97 
(k) = OW) (897) 
The expression for the kinetic energy in terms of u(z,t) can be 
worked out with the help of Eq. (8.92) to be 


L 2 
ae fay ck 
K.E. = 5 | ( 7) dx (8.98) 


To determine the potential energy in terms of all the new variables, 
we need to express the difference in the displacements of two adjacent 
atoms as a continuous function of position. Using our approximation of 
continuity, we can write 


Ou 
G41 — = Vm [u(z;41,t) — u(a;, t)] © vids (8.99) 
That means that the potential energy is 
veN fe. (du\? pe? [© (du\* 
head Poi es aaa 8.1 
V ei 5 ae (=) t= ; (3) dx (8.100) 


In the last equation we have used the constant c = vd. This constant 
is actually a measure of the elasticity. We can define it physically in 
the following manner: Suppose we stretch the line of atoms, which has 
length L, by a fractional increase of amount ¢, that is, to the new length 
L(1 +). (We are considering a static stretch, not a vibration.) This 
means that we make the separation between each pair of atoms equal to 
d(1 + €) instead of d. Thus the difference in displacements of adjacent 
atoms becomes 


qj+1 — G = edy/m (8.101) 


Using Eq. (8.66), this means the potential energy put into the string by 
the stretching is 


2 2 
v= = ed’mN = eb (8.102) 
Thus the force that is needed to stretch the string is, in the limit of 
small e, 
OV 9 
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This last equation gives the stress in the string, while the strain (stretch 
per unit length) is of course e«. Thus we have 


stress 


ai pc* = elastic constant (8.104) 


Combining Eqs. (8.98) and (8.100), we can construct the lagrangian 


as 
L 2 2 el 2 
p Ou pc Ou 
GS —) dx- — —)d : 
a ($2) z— — : (52) x (8.105) 
The fundamental modes which we are considering have the form 
e—**t and the normal coordinates are U(k,t). The reader can show 


that, for a long string, the lagrangian can be expressed in terms of these 
normal coordinates as 


=5[° OU (k, t) 
oe oy 


Ot 

We can consider the system described by this lagrangian as a set of 
harmonic oscillators, one oscillator for each value of k. In our present 
approximation of continuity, k is a continuous variable with an infinite 
number of values. We can reintroduce the picture of discrete atoms by 
remembering that the integral over k is really a sum over discrete values 
of k, where the various discrete values of k are spaced a distance 27/L 
apart, with L the length of the string, and the number of such values is 
equal to the number of atoms in the string. 

We can get equations of motion in terms of the continuous variables 
by finding the extremum of the action integral ihe Ldt. Using the form 
of L given by Eq. (8.105), the resulting equation of motion is 

fu Ou 
Poe = pe dx? 


2 
Gk pee fer £5 > dk 
—_ fF Ror (8.106) 


(3.107) 


Following a line of argument demonstrated by Eq. (8.99), we can see 
that this equation of motion is analogous to the previous equation of 
motion which we derived, namely, Eq. (8.68). Equation (8.107) has the 
solution 


u(x,t) = a(z)e™* (8.108) 
in analogy with Eq. (8.71), where 
d?a(z) 
2 = 
—w*a(r) =c = (8.109) 


in analogy with Eq. (8.70), and 
a(x) = e~*** (8.110) 
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in analogy with Eq. (8.74). 

Combining Eqs. (8.109) and (8.110), we see that w = kc. This is the 
analogue of Eq. (8.90), and, as a matter of fact, in the limit of small k, 
Eq. (8.90) reduces to this relation. 

The motion described by Eq. (8.108), with the value of a(x) given 
by Eq. (8.110), is that of a traveling wave moving with velocity c. That 
is to say, c is the speed of sound along the line of atoms. Actually, a 
real system shows dispersion; that is, w is not exactly proportional to k. 
For wavelengths which are of the same order as the atomic spacing this 
lack of proportionality becomes important, as shown by Eq. (8.90). 


QUANTUM MECHANICS OF A LINE OF ATOMS 


The behavior of the atoms in a string can be described in terms of modes 
of motion. Each mode is a harmonic oscillator. The energy state of any 
particular mode is determined by the quantum number for that mode. 
Each mode is identified by its wave number & or its frequency w. A 
mode of frequency w can have the energy values shw, hw, hw, oues 
or in other words 0, hw, 2hw, ... above the ground state energy shw. 
For these cases we would say that there are 0, 1, 2,... phonons of wave 
number & (or frequency w) present. 

It is possible to have several different modes excited simultaneously. 
For example, we could have (1) the mode of wave number k; excited 
to its first level above the ground state, (2) the mode of wave number 
kg excited to its first level also, and (3) the mode of wave number k3 
excited to its second level above its ground state. The state of the 
complete system would then have the total energy fhi(w, + we + 2w3) 
above the ground energy. We would say that there are four phonons 
present: one phonon of wave number k,, one of wave number ko, and 
two of wave number k3. 

The ground state of the entire system has the energy 


Mie 


; (8.111) 


Eend = 
k 


Using the approximation of continuity (see Eq. 8.93) and letting 
w = kc, this becomes 


Eb. . (= pike 
Band = — —_ 
end = / 5 dk (8.112) 


If the upper limit kma, on the integral over k goes to infinity, then the 
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integral diverges. However, the form w = kc used in this expression is 
valid only for long waves (i.e., small values of k). 

We can make a better determination of the ground-state energy by 
using the correct expression for w and establishing a reasonable upper 
limit for the integral over k. Thus, using Eq. (8.90) for w,, we can write 
the ground-state energy as 


Kkmax 


Egna= >> hy|sin = (8.113) 
k=—Kynax 
where 
T 
Kaye = 7q (8.114) 
This can be rewritten as 
N/2 a N/2 
= et Seo || Bs mo /N 
Bea = >> fw |sin n> | = Biv Gm {Dei (8.115) 
a=—-N/2 a=0 
For a very large N this sum can be approximated by an integral to give 
N 2hcL 
Fenda = Zhu — ea, (8.116) 


This result shows that the energy is proportional to the length of the 
string, but apparently it has no limit as the spacing d approaches zero. 
That is, the ground-state energy is infinite for a continuous medium. Of 
course, for real matter the energy is finite. 

It is very convenient to measure, instead of the total energy, the 
excess energy above the ground state. There are two reasons for this: 
(1) Really, the ground-state energy is not known, nor is it usually in- 
teresting to the physical problem in question. For example, the true 
ground-state energy includes all of the energy of the electrons attached 
to the atoms. (2) When dealing with the excitation of only long waves, 
the approximation of continuity is very useful, and it gives a good ap- 
proximation to the excitation energies. However, this approximation 
gives an invalid result for the ground-state energy, since it neglects the 
separation d (i.e., treats d as 0). Thus we must avoid the necessity of 
evaluating the ground-state energy if we are to use the approximation 
of continuity. 


8-7 
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THE THREE-DIMENSIONAL CRYSTAL 


There is no difference in principle between a realistic three-dimensional 
crystal and the one-dimensional example which we have been consider- 
ing. However, the detailed evaluation of the various modal frequencies 
is much harder. Results can be obtained in terms of the wave number k, 
which is now a vector with components kz, ky, and kz. The frequency, 
written in terms of these components, is generally very complicated. 
There is more than one solution for each value of k because of the pos- 
sibility of various polarizations (directions of vibration). Furthermore, 
a real crystal often consists not of an array of atoms equally spaced, 
but rather of an array of unit cells, each unit cell consisting of a group 
of atoms in some characteristic geometrical arrangement. If there are 
several atoms (say p) in such a unit cell (and this example can be illus- 
trated with a one-dimensional model), then there are 3p frequencies for 
each value of k. 

In the three-dimensional crystal we can still use the approximation 
of continuity to good advantage. In this approximation the true lattice 
structure of the crystal generally makes itself felt through the existence 
of different properties in different directions (e.g., anisotropic compress- 
ibility). The symmetry of the lattice is reflected by the symmetry of 
the elastic constants. Furthermore, the fundamental modes have vibra- 
tion directions (polarization directions) which are not necessarily either 
parallel to or perpendicular to the direction of propagation of the wave. 

For the present discussion, we shall assume that our substance dis- 
plays the same elastic constants in all directions. (In general, it is not 
necessary for any crystal, even one as symmetric as a cubic crystal, to 
do this.) Then the waves are of two kinds, longitudinal and transverse. 
These two kinds of waves have different wave velocities, which we shall 
label cz for the longitudinal and cr for the transverse. For each k there 
are three modes. One of these has the frequency wz = c,k (where k is 
the absolute magnitude of k). Since, by hypothesis, there is no direc- 
tional effect, the frequency is a function only of the absolute magnitude 
of the wave number and does not depend upon its specific components. 
There are two transverse modes (i.e., modes in which the direction of 
motion of the atoms is perpendicular to the direction of motion of the 
wave), both of which have the frequency wr = crk. 

Every separate mode, and that includes every separate direction of 
polarization, behaves like an independent oscillator. 
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Suppose we are dealing with a crystal of volume V. Let us compute 
the number of modes whose wave numbers lie in the k-space volume 
element d?k = dk, dk, dk, centered about the point k. We assume 
the crystal is rectangular with edge lengths L,, Ly, and L,. We use 
the results obtained from the one-dimensional example to see that the 
discrete values of k, are spaced apart a distance 27/L,. So, in the range 
of wave number dk, there are dk, L,/27 discrete values of k,: Applying 
this same reasoning to the other directions, we find that the number of 
discrete values of k included in the interval is 
dk, dky dk, Ra d°k 
Ons L,L,L, = (anys 


This same result is obtained (in the limit of large crystals) for any shape. 

For the general case the modal frequency w, is, as we have mentioned, 
a very complicated function of k with several branches (values for the 
same k), but its determination is a problem of classical physics; then 
the forms of oscillation in the fundamental modes are known, as are the 
normal coordinates describing these modes. The quantum-mechanical 
problem is then reduced to the solution of a simple set of oscillators, 
and all the properties can be worked out easily. The excitation of each 
mode is called the excitation of a phonon. 

As a very simple special example, we shall consider the longitudinal 
modes of oscillation in an isotropic solid (i.e., sound or, in particular, 
longitudinal sound). We can start as we did in the one-dimensional 
example with the atoms in the crystal discretely spaced and later pass 
to the long-wavelength limit, or approximation of continuity. 

A complete solution would show us all the effects of dispersion, the 
complicated branches, and the transverse waves. It is a very interest- 
ing study. However, one need not carry out all of the steps in order to 
obtain the proper quantum-mechanical form of the continuity approx- 
imation. One can make use directly of the results of classical physics. 
The entire procedure, starting with discretely spaced point masses, then 
passing to the long-wavelength limit, is just as useful and just as valid in 
quantum mechanics as it is in classical physics. The lagrangian has the 
same form so long as one restriction is imposed, i.e., that the potential 
can be adequately represented by a quadratic function of the displace- 
ments. The reason for the similarity between the results of the classical 
and quantum-mechanical approach is that the procedure consists only 
of various linear transformations, e.g., transforming to normal coordi- 
nates followed by certain approximations, such as the approximation of 
continuity. These transformations and approximations can be done in 
quantum mechanics exactly as they are done in classical physics. 


(8.117) 
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The equations derived from classical physics are as follows. Suppose 
u(r,t) represents the displacement of a particle whose equilibrium po- 
sition is at r. We assume that we are working in the long-wavelength 
region, so that the approximation of continuity applies. A plane-wave 
mode is easiest to describe in terms of the Fourier transform given by 


U(k, t) =f ff u(r, the? @r (8.118) 


where r is a spatial vector having the components z, y, z. The normal 
coordinates of the various modes depend on the relationship between 
the direction of U and the direction of the wave vector k. That is, 
the coordinate U,(k,t) of the vector U does not necessarily represent a 
normal mode. For an isotropic material the three modes of a given k 
have the following normal coordinates: 


iii) <ul, t) (8.119) 
(that is, the component of U in the direction of k) and 

U;(k, t) = e;-U(k, t) (8.120) 
Us (k, t) = e2:U(k, t) (8.121) 


where e, and eg are two unit vectors perpendicular to k and perpendic- 
ular to each other. For the present study we shall restrict our attention 
to just that part of the kinetic and potential energy which arises from 
the longitudinal modes given by Eq. (8.119) and omit the transverse 
oscillations. 

Using the results of classical physics, the lagrangian for the longitu- 
dinal modes can be written as 

d?k 


SALT eat on 


Here we have introduced the speed of sound c = w/k, which is a function 
of the direction of propagation. This is a direct generalization from the 
one-dimensional example. In terms of the original variables u(r, t) the 
lagrangian is 


= STL (2) -2cv-a¥| d°r (8.123) 


The first term on the left-hand side of this equation is the kinetic en- 
ergy, given by one-half the mass times the square of the velocity. The 
second term is the energy of compression given by V-u, which is the 


(8.122) 


— c*k?|Uo(k, t) | 
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compressional strain. No energy of sheer strain is included here because 
we have disregarded transverse elastic waves. 

Variation of the lagrangian with respect to u produces the classical 
equations of motion as 


~— = V(V-u) (8.124) 


If we define a compressional strain function equal to the divergence of 
u, that is, 


g(r, t) = V-u(r,t) (8.125) 
we have the result 

186 

2 ae = Vd (8.126) 


which is the classical wave equation. 


The Fourier transform of Eq. (8.124), using the kernel e~*** and 
taking the component of the result parallel to k, gives 
1 07Uo(k, t) 
SE See Ua icd 
2 OB o(k, t) (8.127) 


This is the equation of a single harmonic oscillator, and it shows us that 
Uo(k, t) is indeed a normal coordinate. 

The quantum-mechanical results from the lagrangian given by 
Eq. (8.123) can be obtained easily. The energy levels of the mode in 
question are given by nh(kc) above the ground level. Let us ask for the 
amplitude to go from a given initial set of coordinates u(r, 0) to a given 
final set of coordinates u(r,T). It is 


K{u(r, T),T; u(r, 0), 0] = (8.128) 


fon {4 er iif (z 20-99 erat} Date 


The path integral of Eq. (8.128) is carried out over the paths u(r, t) 
defined in terms of all three components of the vector r, as well as 
the time t. It is subject, of course, to the condition that the function 
u(r,t) take on a given form at both the initial and final points. This 
is an interesting extension of our original path integral idea. Up to 
now we have dealt with integrands which were functionals of one (or 
perhaps a few) function x(t) of one variable t, and we have carried 
out the integration over all such paths, or functions. Now we must 
integrate a functional of the function u(r, t) of four variables x, y, z, and 
t and carry out the path integration over all values of this function. We 
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can accomplish this by the regular techniques which we have described 
before, for our integrand is still a gaussian functional. 

The first step in the solution of the path integral is to find the path 
which leads to a stationary value for the integral appearing in the expo- 
nent, the one which satisfies Eq. (8.124), or, more conveniently, the wave 
equation given by Eq. (8.126). We must impose the required boundary 
conditions at the times t = 0 and t = T. Satisfying the boundary con- 
ditions is not a difficult problem; however, it is a little different from 
the usual problem in classical physics in which the coordinate and its 
derivative are given at t = 0, that is, u(r, 0) and (Ou/0t):=0. 

We could proceed along this line and solve the problem. However, 
we have learned from previous examples that it is much easier to trans- 
form the problem into normal coordinates before carrying out the path 
integral. Such a transformation gives us (using Eq. A.11) 


Ui(T) 
—_ 2 22 2 
ee on 5592 a6 (|? — 20 ah DU (k, t) 


U;(0) 
(8.129) 
where the boundary values are given by 
Uo(T) = Uo(k, T) = eff is (r, Tye **? ar 
(8.130) 


Uo(0) = Uo(k,0) = - al / u(r, 0)e**? dr 


This is once more the simpler type of path integral, where the path is 
described in terms of only the one variable ¢t. Since the path integral can 
be written as a product of path integrals, each one defining the motion 
of a normal mode, we find that we have already solved the problem. The 
result is (see Eq. 8.1) 


1/2 : 
pke ipke 
K= = A ge eT 
I] (sab sin oT! rm { DAV sin keT oe 
x ( [U6 (k, T) + UG(k, 0)] cos keT — 2Uo(k, T)Uo(k, 0)) } 


In the products over the components of k, the x component, for ex- 
ample, takes on the values 27m,/L,, where nz is an integer running 
from 0 to N, = L,/d. Here d is the spacing between atoms, and the 
sample under study has edge lengths Lz, Ly, and L,. Of course, the 
approximation of continuity implies a zero spacing between the atoms, 
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which means that the product is unbounded. However, we shall disre- 
gard such problems and concentrate only on the form of those terms 
showing dependence on initial and final coordinates. Thus, disregarding 
the radical which multiplies the exponential term of Eq. (8.131), we can 
write this equation approximately as 


ip me eG 
Krew {se ff” sin kcT ot?) 


3 

x ( [Ug (k, T) + UG (k,0)] cos keT — 2Uo(ksT Volk, 0) ) ae} 

The dependence of the amplitude on the boundary values Uo(k, 0) 

and Uo(k,7) is contained in this last result. For any choice of these 

functions {and they, in turn, depend on u(r, 0) and u(r,T), as shown by 

Eqs. (8.130)] the integration in Eq. (8.132) can be carried out, formally, 

and a final answer obtained. In this manner all questions about the 

quantum-mechanical behavior of the system can be answered, at least 
in principle. 


QUANTUM FIELD THEORY 


Suppose we are dealing with waves or modes which are described by con- 
tinuous functions, like u(r,t), for which there is no atomic substructure 
or for which the wavelengths are long enough that we can neglect such 
a substructure. In this case we say that u(r, t) is a field, i.e., a function 
of each point in space. In the example we have just considered the field 
is the displacement field of sound. In this terminology the equations of 
motion are called the field equations. In the present chapter we have 
been dealing only with linear field equations. The lagrangians can be 
called the lagrangians for the field. The normal coordinates U(k,t) are 
the coordinates for the normal modes of the field. The description of 
these modes as quantum oscillators is called quantizing the field. The 
resultant theory is called quantum field theory, to distinguish it from 
the classical analysis of the equations. 

As we have seen, almost all of the effort in quantum field theory is 
devoted to solving the classical equations of motion to find the normal 
modes, an activity completely within the realm of classical physics. The 
“quantization” consists then of no more than the additional remark that 
each of the normal modes is a quantum oscillator, with energy levels 
(n+ +) hw. Presented in this way, quantum field theory seems to be just 
a special consequence of the Schrédinger equation, and not an extra 
theory at all. 
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That is, or should be, the case for any situation in which the field 
variables (like sound displacement or pressure) are defined ultimately 
in terms of some combination of the basic mechanical variables. These 
basic variables describe the position of the particles, atoms, electrons, 
and also nuclei, which comprise the material carrying the field. For 
example, in the case of sound we assume that Schr6ddinger’s equation 
describes the motion of the constituent parts, or atoms, in a crystal. 
Then we easily deduce that the long-wavelength sound waves obey the 
classical linear field equations, and we find that the modes are quantized. 

In a few cases the classical equations of some field pertaining to 
a system are known, even though the quantum-mechanical derivation 
starting from Schrédinger’s equation has not yet been made. For exam- 
ple, the equations describing the oscillations of a drop of nuclear matter 
have been guessed by classical analogy.! In such a situation it is an 
excellent guess that the modes of the field will turn out to be quantized 
oscillators if and when the complete quantum-mechanical derivation is 
worked out. Actually, not many such examples are left. Nearly all cases 
have by now been worked out. 

Another type of field equation, fundamentally different from that de- 
scribed above, exists in quantum mechanics. An example of this type 
is Maxwell’s set of electromagnetic equations, a set of linear field equa- 
tions. These equations lead to a wave equation which is analogous to 
the one we developed for sound, although there are different polarization 
conditions. Just as an organ pipe has standing waves, or modes, so an 
electromagnetic field in a cavity can be described classically in terms of 
fundamental modes of oscillation. It is a natural inference that these 
oscillations are also quantized in the sense that each mode can have the 
energy levels nhw above the ground level, etc. This is the fundamental 
assumption of the quantum theory of electromagnetism. It is not a strict 
deduction from the Schrédinger equation for matter, because the elec- 
tromagnetic field is not understood as a long-wavelength approximation 
of an atomic medium. Today, we do not think of any particular medium, 
but take the equations of Maxwell for granted. We simply assume they 
are to be quantized in the simple direct manner described above. We 
shall discuss this example in more detail in Chap. 9. 

The assumption of quantization for the electromagnetic fields turns 
out to be consistent with all experiments carried out so far, although 
there are some theoretical difficulties. These difficulties are associated 
with the extension of the scheme to modes of very short wavelengths. 
There are various effects which lead to diverging integrals if the integra- 


1M.S. Plesset, On the Classical Model of Nuclear Fission, Am. J. Phys., vol. 9, 
pp. 1-10, 1941. 
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tions are carried towards zero wavelength. The corresponding difficulties 
do not really arise in a vibrating crystal because if we wish to carry the 
analysis into the very short wavelength region, where the wavelengths 
are comparable to the atomic spacing, we must drop the approximation 
of continuity. Then in the case of a crystal we find that there are only 
a finite number of modes in any finite volume, while in electrodynamics 
the number of modes in any volume is infinite. 

When the various modes of a field are excited, we say there are 
“things” present which have different names for different cases. For 
sound or crystal vibrations we call them phonons, for the electromagnetic 
field photons, for meson field theory mesons, etc. Even electrons can be 
represented as being excitations of a field, but it is a field of a very 
different kind from what we have been discussing. It is called a Fermi 
field; the particles obey the exclusion principle, and the lagrangian is 
quantized not by representing it as a set of harmonic oscillators, but in 
a different way. Fields quantized as modes of harmonic oscillators are 
called Bose particles; they obey Bose or symmetric statistics. This just 
means that if one has two particles, one of wave vector k; and one of kg, 
there is only one state. There is no new state where the first has ky and 
the second has k;. This is because for our field there is only one state 
with k; and ko each excited to the first level. It has energy hw; + hu», 
and it is meaningless to ask: After an exchange, which excitation is 
which? In the next chapter we discuss this in more detail for the case 
of photons of the electromagnetic field. 


Problem 8-7 It is believed that neutral particles of spin zero (like 
neutral pions) can, when free, be represented by a field ¢(r,t) with a 
lagrangian 


p= (3) ~ 2(V$)? + (2) | Br (8.133) 


where yz is some constant. Show that this field has quantized states 
corresponding to waves e*“’', where the energy of excitation is 


hw = ./(hkc)? + (uc?)? (8.134) 
If hk = p is considered as the momentum of each excitation the energy 
is 

(\ple)? + (ue?)? (8.135) 
This is the relativistic formula for the energy of a particle of momentum 


p and mass p. (Note: For p* small it is approximately 


1 p 
E=pe?+ +4... 
2U 
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the rest energy pc? plus the kinetic energy p?/2u..) 

We interpret the state of the field when the mode k, is excited to 
the second quantum level, kz to the first, etc., as the state of a system 
containing two particles with momentum hkj, one with hkg, etc. The 
ground state is considered the state in which no particles are present, 
and it is called the vacuum state. Excitation or deexcitation of the field 
oscillators corresponds to creation or annihilation of particles, and this 
is the way that such processes are represented in relativistic quantum 
field theory. 


THE FORCED HARMONIC OSCILLATOR 


In this chapter we have dealt with the simple harmonic oscillator or 
with systems that could be reduced to a set of such oscillators. But the 
oscillators have been free, not interacting with anything else. We must 
develop our analysis further if we wish to deal with such linear systems 
in interaction with other systems or driven by external forces. Exam- 
ples of such systems include polyatomic molecules in varying external 
fields, colliding polyatomic molecules, crystals through which an elec- 
tron is passing and exciting the oscillator modes, and other interactions 
of the modes with external fields. We shall not discuss the problem of 
interaction in general; instead, we use as a prototype the example of 
the interaction of atomic systems and charges with the electromagnetic 
field. We do this in the next chapter. Other cases may be analyzed by 
direct analogy. 

These problems involve two aspects: (1) the resolution of the field 
into its component independent oscillators and (2) the interaction of 
each oscillator with external potentials or other systems. The resolution 
into oscillators has been exhaustively studied so far in this chapter. 

To prepare the complete machinery for such problems, it remains 
only to analyze the behavior of a single oscillator disturbed by an exter- 
nal potential. We shall put these pieces together in the next chapter. 

In this section we go back to the study of a single harmonic oscillator, 
but coupled linearly to some external potential or disturbance. The 
lagrangian for such a system is given by 

2 
i es ee + f(t)z (8.136) 


where f(t) is the external force. We assume for convenience that it is 
turned on only during a certain time interval JT’ from t = 0 tot = T, so 
that the oscillator is free initially at ¢ = 0 and free finally at t= T. In 


Least) = 
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Prob. 3-11 we completely solved this problem, obtaining the amplitude 
K(b,a) that the oscillator goes from point rz, at t = 0 to point xp at 
t = JT. But for the present applications it is convenient to find as well the 
amplitude Gy, that the oscillator initially in energy state n is found at 
time T' in energy state m. This representation is often more convenient 
than the coordinate representation. 

In Sec. 8-1 we determined the wave functions ¢,,(z) for the free har- 
monic oscillator, and in Prob. 3-11 we evaluated the kernel describing 
the motion of a forced harmonic oscillator. This means that we can 
determine the amplitude Gm», by direct substitution into 


Ginn = eh/MEmT / : bm(Xp)K (tp, T3; La; 0)bn (2a) dtq dy (8.137) 


For the case m = n = 0 this integral is a gaussian somewhat lengthy 
to evaluate but presenting no special problems. The result° is 


Goo =o { aa [ 1 Vee) isa (8.138) 


If m and n are not equal to 0, then the integral is somewhat more 
complicated. However, we can use the same sort of trick that we used 
in Prob. 8-1. We shall ask for the amplitude that a forced harmonic 
oscillator goes from the state w to the state X, where these two states 
are defined in Prob. 8-1. This amplitude is (using Eq. 8.28) 


a 5 Ginn (6) (aye /MEmT (8.139) 


m=0 n=0 


= exp ane + “| 


bi qr Mw (m+n)/2 0 
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m=0 n=0 


If we can work out F'(b,a), we can get Gm» through multiplying F’ by 
exp{(Mw/4h)(b? + a?)} and developing the resulting expression in a 
power series in a and b. That is, we want first to solve 


ria) = (M2) 


. - [- en (Mu/2h)(2—8)" Kg, Ts a, Oe Mw/2R)(ea-a)* doy dan, 


(8.140) 


where K(xp,T;%a,0) is the kernel for a forced harmonic oscillator, 
Eq. (3.66). The variables appear only quadratically in the exponent 
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of this integrand, so that the integration can be performed easily. Some 
of the resulting algebra is a little lengthy; however, eventually one finds 


F(b, a) = exp “4 at — <o@ + 6? — 2abe“**?) (8.141) 
ae (ab + b6* eT) =e = ie: [50 je C2) ds ah 

where 
p= aon | f(t)e* dt (8.142) 
p" = = [ “f (t)et™* dt (8.143) 


The value of Goo can be obtained easily from Eq. (8.141) by setting 
a =b=0. The result is the same as Eq. (8.138). Next we multiply by 
the exponential function, as described below Eq. (8.139), and find, by 
putting 


—_ ees eT wl 
=? a = = OR, 7 


oo M mn 
4h : we 
Sy Ga Taal = Goo exp{zy + iBx + iB*y} (8.144) 
=0 n=0 o—< 


By expanding the right-hand side in powers of x and y and comparing 
terms, we obtain the final result 


l 
n! 


Cre rl(iB)"-" (58*)™—" (8.145) 


=a irae 


where | is the smaller of m or n. 
This completely solves the problem of a forced harmonic oscillator. 
We shall discuss it further and make use of it in the next chapter. 


Quantum Electrodynamics 


IN this chapter we shall discuss the interaction between charged particles 
and an electromagnetic field. We have seen one example of such an 
interaction in Sec. 7-6, where the electromagnetic field variables entered 
into the potential term of the lagrangian. The electromagnetic term 
introduced in that section is the vector potential A. Section 7-6 deals 
only with the motion in a definite given field. It does not tell us anything 
about how the field A arises or how it is affected by the moving particles. 
That is, the formulation of the problem does not contain any analysis 
of the dynamics of the field. Such an approach, using given potentials, 
is only an approximation. It is valid when these potentials arise from 
such large pieces of apparatus that the motion of the particle does not 
affect the potential. 

In this chapter we shall be concerned not only with the way in which 
potentials affect the motion of the particle, but also with the way in 
which the particle affects the potentials. We shall start with the classical 
approach and use Maxwell’s equations to describe the dynamics of the 
electromagnetic field. These equations express the field in terms of the 
charge and current density of the matter present. 

We have found in preceding chapters that the quantum-mechanical 
laws which correspond to some classical system can be easily determined 
if only we can express the classical laws in the form of a least-action 
principle. Thus we have found that if the extremum of some action 
S, varied with respect to some variable x, corresponds to the classical 
equation of motion, then the quantum-mechanical laws are expressed 
as follows: The quantum-mechanical amplitude for any given situation, 
corresponding to the action S, is the path integral of e*5/" integrated 
over all possible paths of the variable x which fit the conditions of the 
situation. 

It is vital to our present approach that classical electrodynamics, 
as expressed by Maxwell’s equations, can be written as a principle of 
least action. An action S exists which can be expressed in terms of 
the vector and scalar potentials A and ¢ The determination of an 
extremum for this action, by variation of the field variables A(r, t) and 
@(r,t), leads to a formulation of electrodynamics equivalent to Maxwell’s 
equations. Hence, quantum electrodynamics results from the rule that 
the amplitude for an event is 


b 

K(b,a) = / et IAOI/2 D A(r, t) DA(r, t) (9.1) 
a 

where the path integral is over all values of A and ¢@ at each point of 


space and time, subject to the boundary conditions at the initial and 
final points of the event (cf. Eq. 8.128). 
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CLASSICAL ELECTRODYNAMICS 


Maxwell’s Equations. We shall begin our study of electrodynam- 
ics from the customary classical fundamentals, i.e., from Maxwell’s equa- 
tions. We shall assume the magnetic permeability and dielectric constant 
are those for free space. Then, with E as the electric field vector, B as 
the magnetic field vector, c as the speed of light, p as the charge density, 
and j as the current density, Maxwell’s equations are 


V-E=479 (9.2) 
V-B=0 (9.3) 
10B 
ota Hee A 
VXxE oO (9.4) 
1 (OE 
VxB=-( —+4+47j 9.5 
= (FF +45) (9.5) 
These equations make sense only if charge is conserved, that is, 
Op 
j= 9.6 
Voie (9.6) 
Equation (9.3) implies that B is the curl of some vector A: 
B=VxA (9.7) 


This relation does not fully determine A; we still may specify its diver- 
gence. We choose 


V-A=0 (9.8) 


This choice is not recommended if it is desired to keep the full relativistic 
four-dimensional symmetry of the equations in evidence. (It is not that 
the results using Eq. (9.8) are not relativistically invariant; for the results 
are independent of the choice of V- A. It is, rather, that the invariance 
does not appear obvious at first glance.) In our case we shall deal with 
matter in the nonrelativistic approximation anyway (for we do not have 
a simple path integral for the Dirac equation). We wish to illustrate 
the properties of the quantized electromagnetic field, and the results are 
least cumbersome with the choice of Eq. (9.8). 

Substitution into Eq. (9.4) shows that E+ (1/c) 0A/0t has zero curl, 
so it must be the gradient of some scalar potential 

10A 


p= —ve- +24 (9.9) 
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From Eqs. (9.2), (9.8), and (9.9) we see that 
V-E=-—V’¢ =4rp (9.10) 


If there is no charge and no current density, the equations are easily 
solved. In Eq. (9.10) p = 0, so ¢ = 0 and E = —(1/c)0A/dt. In 
Eq. (9.5) with j = 0 this gives [note: V x (V x A) = V(V-A)—V7A] 


VA- +375 =0 (9.11) 


Thus, each component of A satisfies a wave equation. 
If we assume A is a running plain wave, that is, 


A(r,t) = ax(t)e*? (9.12) 


the equation for the amplitude ay, is A, = —k?c?a,, which implies that 
a, is a simple harmonic oscillator with frequency w = kc for each compo- 
nent direction of a. Actually there are only two independent transverse 
waves; the component of a, in the direction of k must be zero. This is 
the implication of Eq. (9.8), which can be rewritten as 


k-a, = 0 (9.13) 


Thus the field in free space is equivalent to a set of free harmonic oscil- 
lators with two transverse waves for each value of k. 


Problem 9-1 Show that E, B, and k are mutually perpendicular 
for this plane-wave solution. 


Solution with Charges and Currents Present. We shall expand 
the solutions for A, ¢, and the current and charge density in plane waves, 
writing 


A(r,t) = Vine | geen = 


On) 

j= | gu(t)e* oh. (9.14) 
i(e,2) = el ju(ther 
ptest) = | aie 


Problem 9-2 Explain why the charge density corresponding to a 
single charge e located at the point x(t) = (z(t), y(t), z(t)) at time t is 


p(r,t) = e5(rz — x(t))5(ry — y(t))4(rz — 2(t)) = ed°(r — x(2)) 
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Show that 
px (t) = ee (4) (9.15) 


Explain why the current density is j(r,t) = ex(t)d°(r —x(t)). If we have 
a number of charges e; located at x;(t), the values of py, and jy are 


Pk = S> e,e xe (4) ik = S° e,X; (te * xO) (9.16) 
z a 


If the expansions of E and B are 


3 
E(r, t) = [Putte aye B(r, t) = [Bee* oh 


then, using Eqs. (9.9) and (9.7), the expansion coefficients satisfy 
Ex = —ik¢, — V4 a, «=o and) «= BK = V4mci(k x ax) 


From Eqs. (9.8) and (9.10), the coefficient of expansion of V-E is 
ik-E;, = k*¢,, so we have 


k* oy = AT Dx (9.17) 


or dy = 47p,/k?. The function ¢, is completely determined in terms 
of the charge density px; there are no dynamic differential equations to 
solve, involving, for example, dx. 


Problem 9-3 Prove that the relation ¢, = 47p,/k? simply means 
that od, at any instant is the Coulomb potential from the charges at that 
instant, so that, for example, if o comes from a number of charges e; at 
distances R; from a point, the potential at the point is 6 = 50, e:/Ri. 
This is just the content of Eq. (9.10). 


Equation (9.5) still remains to be solved, that is, 
ik x BE = “Ty + “Arh (9.18) 
But (using k-a, = 0) 
ik x BE = —V4n ck x (k x ax) = V4n ck’a, 


and Ex = —ikd, — V47 a, and using Eq. (9.17) to express dy as 
Ar py/k?, we get 


kK 
a, + k?c?a, = V4r (3 — a) = VA4rj, (9.19) 
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where we can call j, = jx —tkp,/k? the transverse part of jx. The law of 


conservation of current, expressed by Eq. (9.6), says that px = —ik-jx, 
Xe) 

y 2 K(k jx 

jk = dk — KCC) (9.20) 


which means that j, is jx less its component in the direction of k. 
Clearly, k-j,, = 0. 

We have certainly reduced Maxwell’s equations to a very simple form 
— aside from the instantaneous Coulomb interaction between particles, 
we have no more than the equations for two transverse waves for each 
value of k, the amplitude of each being a harmonic oscillator driven by 
the component of current in the corresponding direction. That is, if 
we choose two directions perpendicular to k, say 1 and 2, and call the 
components of a, in these directions a1, and a@2,%, Maxwell’s equations 
are 


dix tk*ctar, = V4T ji (9.21) 
dow + k?c?a0% = V4T jak (9.22) 


where ji,k and jox are the components of jx in these directions. (Why 
do we not need to say “of j,”?) 


The Least-action Principle. The hypothesis of quantum elec- 
trodynamics! is that the oscillators defined in Eqs. (9.21) and (9.22) are 
quantum oscillators. To carry out the quantization, we must find the 
principle of least action which gives these defining equations of motion 
as wellas the equations of motion of the particles in the field. The action 
is 
S=$,+524+ $3 (9.23) 


where 
_ My 12 
S,= dX oi / [x5|? dt (9.24) 


is the action of all the particles, disregarding the field (if there are non- 
electric forces between the particles, they are to be included in S}), 


oc / [ote t)d(r, t) — =i(r HAs.) dr dt 
= we / looste.o = =x(0)-ACX() 0) dt (9.25) 


1It should be pointed out here that some physicists use the term “quantum elec- 
trodynamics” to include electron-positron pair theory. In the present chapter we do 
not cover such problems. So for us, quantum electrodynamics means the quantum 
theory of the electromagnetic field. 
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is the action of interaction of field and particles, and 


$3 = sneer 
ail 


is the action of the field. The variables are A(r,t), (r,t), and x;(t). 


—|Vx ar d°r dt (9.26) 


Problem 9-4 In Sec. 2-1 we discussed the mechanisms for obtaining 
the mechanical equations of motion from the form of the action S' by 
obtaining the extremum S, under the condition 6S = 0 for variations 
of the coordinates, 6x. Show how Maxwell’s equations can be derived 
from the action S defined in Eq. (9.23) by requiring 6S = 0 for first-order 
variations of A and @¢. 


Since the dynamic equations are simplest in terms of the variables 
ax, it is worthwhile to express the action in these variables. Substitution 
of the expansion given in Eqs. (9.14) into S3 gives 


2 3 
S3 = s/f ax + Sie = = c*|k x a a 
3 
=a// oe Ty t Be a; — k?c?at a, Gn (9.27) 


and S_ becomes 
le d?k dt 
7 ae [pK . Tr j_ray| TENE (9.28) 
(277) 


Upon substitution of d, = 47, / k?, the terms in dy in S2 and 53 add 
to give 


Ar PkP—k Pk dt _ -5/ ee; 
2 ie k2 (Qn) do eal |x; — x,| ~ “i oe) 


using Eqs. (9.16), since [(42/k?)e**? d?k/(27)? = 1/r. This is just the 
Coulomb interaction between the charges, which is usually considered 
in analyzing atoms when electromagnetic radiation effects are neglected. 
That is, we shall include this interaction in the action Smat of the matter, 


Mi. 2 Qje; 
Cree O18: Ole x} - pe a)” (9.30) 
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and write S = Smat + Sint + Sraq- We have thus divided the action 
of the electromagnetic field Sy into two parts; one contributes to an 
instantaneous Coulomb interaction, and the remainder we shall call the 
radiation field S,aq. (The radiation field takes care of all corrections to 
the instantaneous field, such as, for example, that the total effects are 
retarded and act no faster than the speed of light.) The action of the 
radiation field is S3 less the terms involving ¢,. That is, 
d?k dt 

Strad = aff Gixtus i kc ai ay k ac 5 ne k i k7 07 a5 4p) (2n)5 


(9.31) 


which is just the action of the radiation oscillators. The action of inter- 
actions of these oscillators with the particles is 


; d?k dt 
Sint = V40 Jf Gu-vorn + j2,-k@2,k) ane (9.32) 
Clearly, the variation of the total action of S with respect to the a1, 
and a2 gives the equations of motion (9.21) and (9.22). 
Written more explicitly, the action Sint is 


ikex,(t) @°k dt 
Sint = V4 de J [esau + %2;02,k)e k-x;(t) (Qn)3 (9.33) 


where 21; and 2; are the components of x; in the direction transverse to 
k. Thus all the laws of nonrelativistic mechanics and of electrodynamics 
are contained in the proposition that S, the sum of Eqs. (9.30), (9.31), 
and (9.33), is stationary for variations in the paths of the variables x; (t), 
a; x(t), and d2x(t). Quantum electrodynamics results from integrating 
e*5/h over these paths, and it is described in the next section. 


Problem 9-5 The momentum in the field is given by 


iz | BxBats 
4c 


In the absence of matter (so ¢, = 0), show this is if k(az.-4,,) d®°k/(27)°. 


THE QUANTUM MECHANICS OF THE RADIATION FIELD 


We begin by discussing the quantum mechanics of the radiation field in 
empty space. There is no matter present, so the total action is that of 
the radiation field alone 


S = Staa (9.34) 
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as given by Eq. (9.31). It is evidently the action of a set of harmonic 
oscillators. We have seen some examples of expressions like Eq. (9.31) in 
Chap. 8. We make the assumption discussed in Sec. 8-8 that quantum 
electrodynamics results from considering these as quantum-mechanical 
oscillators. 

The modes of our system are running waves, two for each value of 
k (polarization 1 and 2) with frequency w = kc. For one of the modes, 
say 1, the available energy levels are 


Ec = (Mik + $)hke (9.35) 


where n1 is any positive integer or zero. 

If mk =1, we say there is one photon present of polarization 1 and 
momentum fk; in general, we say n1,, such photons are present. The 
energy of a single photon of this kind is hkc. 

Later on when we consider the interactions of matter with the radi- 
ation field, we shall find that the matter absorbs or emits one photon 
at a time of energy hw. Of course, this is the same as Planck’s original 
hypothesis. 

It is quite striking and surprising that the states n of the oscillators 
can also be described by imagining that there are n “particles” or “pho- 
tons” present. It is clear, of course, that the energy values agree. But 
there is one further subtle point that must be noted before the oscillator 
states can be completely successfully described as particles. Suppose, 
for example, that just two of the n; differ from zero, say, Ng = 1, m = 1. 
This single state we may wish to represent by saying that we have one 
photon in level a and another in level b. But at first sight this way of 
speaking might seem to imply that there were two states available, both 
of the same energy. For we could also expect to be able to put the first 
photon in level b and the second in level a. The way out of this can be 
seen when we consider the example of alpha particles. Suppose we have 
two alpha particles with coordinates x and y, and say the z particle is 
in a level represented by f(x) and the y particle is in a level g(y). Thus 
the wave function for the system would be 


p(z,y) = f(z)g(y) (9.36) 


a function of the two variables z, y. But another state might have y in 
the level f and x in g, leading to another state of wave function 


p(z,y) = 9(2) f(y) (9.37) 


which differs from the first. But if the particles are truly identical, like 
alpha particles, the two states are indistinguishable. As we described in 
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Sec. 1-3, it turns out to be a rule of quantum mechanics (not derivable 
from the Schrédinger equation) that for alpha particles the amplitudes 
for two cases which differ only by exchange of the alpha particles must 
always be added. The only allowed wave function is in this case 


p(z,y) = f(x)g(y) + (x) f(y) (9.38) 


(suitably normalized: if f and g are orthonormal, the factor is 1/./2; if 
f =4g and they are normalized, it is 1/2). In general ~(z, y) = w(y, x) 
for alpha particles and for other particles obeying Bose statistics. There 
is, for such particles, only one state: one particle in level f, the other in 
level g. 

It turns out that all the results are consistent if, when we consider 
oscillator excitation states as representing numbers of photons, we also 
say that photons are Bose particles. Then the single state ng =1,n, =1 
represents the situation that there are two photons, one in a, one in b. 
Exchange does not produce a new state. 

For electrons of parallel spin or other Fermi particles we must sub- 
tract the amplitudes when the identity of the particles is reversed. 


v(z,y) = f(x)g(y) — g(x) fly) (9.39) 


The wave function ~(z,y) = —v(y,z) is antisymmetric in general for 
Fermi particles. This is, of course, also just one state. But for Fermi 
particles, two identical particles cannot occupy the same level. If we 
put f = g into Eq. (9.39), we get zero. Two photons, like two alpha 
particles, can occupy the same level; for photons it corresponds to the 
n = 2 oscillator levels. 

There is one particular situation with matter present which, in the 
ideal case, can be handled nearly as simply as the matter-free case. That 
is the case of a cavity resonator (or a wave guide) where the walls may be 
idealized as perfect conductors. Then classically, as is well known, there 
are a number of possible oscillator modes with more or less complicated 
distributions of electric fields. The classical action is then reducible to a 
set of free oscillators, but the variables now represent the amplitudes of 
the various modes, rather than the amplitudes of plane running waves. 
These oscillators are then analyzed as quantum oscillators, and we speak 
of the number of photons in each mode. 


THE GROUND STATE 


Vacuum Energy. The state of the electromagnetic field of lowest 
possible energy, which we shall call the ground state or the vacuum state, 
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is that in which there are no photons in any mode. This means that 
the energy in each mode is hw/2, where w is the frequency of the mode. 
Now if we were to sum this ground-state energy over all of the infinite 
number of possible modes of ever-increasing frequency which exist even 
for a finite box, the answer would be infinity. This is the first symptom 
of the difficulties which beset quantum electrodynamics. 

In the present case, for the vacuum state, the trouble is easily fixed. 
Suppose we choose to measure energy from a different zero point. Since 
there is no physical effect resulting from a constant energy, the result of 
any experiment we perform will be insensitive to the arbitrary choice of 
the zero point in energy. Therefore, we assign to the vacuum state the 
energy zero. Then the total energy in any state of the electromagnetic 
field is given by 


B= So njhw; (9.40) 
j 


where the sum is taken over all the modes 7 of the field. 

Unfortunately, it is really not true that the zero point of energy can 
be assigned completely arbitrarily. Energy is equivalent to mass, and 
mass has a gravitational effect. Even light has a gravitational effect, for 
light is deflected by the sun. So, if the law that action equals reaction 
has qualitative validity, then the sun must be attracted by the light. 
This means that a photon of energy hw has a gravity-producing effect, 
and the question is: Does the ground-state energy term fw/2 also have 
an effect? The question stated physically is: Does a vacuum act like a 
uniform density of mass in producing a gravitational field? 

Since most of the space is a vacuum, any effect of the vacuum-state 
energy of the electromagnetic field would be large. We can estimate its 
magnitude. First, it should be pointed out that some other infinities 
occurring in quantum-electrodynamic problems are avoided by a par- 
ticular assumption called the cutoff rule. This rule states that those 
modes having very high frequencies (short wavelengths) are to be ex- 
cluded from consideration. The rule is justified on the grounds that 
we have no evidence that the laws of electrodynamics are obeyed for 
wavelengths shorter than any which have yet been observed. In fact, 
there is a good reason to believe that the laws cannot be extended to 
the short-wavelength region. Mathematical representations which work 
quite well at longer wavelengths lead to divergences if extended into the 
short-wavelength region. The wavelengths in question are of the order 
of the Compton wavelength of the proton; 1/27 times this wavelength 
is h/mpc © 2 x 10714 cm. 

For our present estimate suppose we carry out sums over wave num- 
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bers only up to the limiting value kmax = mM pc/h. Approximating the 
sum over levels by an integral, we have, for the vacuum-state energy per 
unit volume, 


Eo _ r~ ke 4k? dk — ticks ax (9.41) 
unit vol Jo 2 (2r)3 Br? 


(Note the first factor of 2, for there are two modes for each k.) The 
equivalent mass of this energy is obtained by dividing the result by c?. 
This gives 

mmo 


See 1 3 9.42 
unit vol : g/cm ( ) 


Such a mass density would, at first sight at least, be expected to 
produce very large gravitational effects which are not observed. It is 
possible that we are calculating in a naive manner, and, if all of the 
consequences of the general theory of relativity (such as the gravitational 
effects produced by the large stresses implied here) were included, the 
effects might cancel out; but nobody has worked all this out. It is 
possible that some cutoff procedure that not only yields a finite energy 
density for the vacuum state but also provides relativistic invariance may 
be found. The implications of such a result are at present completely 
unknown. 

For the present we are safe in assigning the value zero to the vacuum- 
state energy density. Up to the present time no experiments that would 
contradict this assumption have been performed. As we progress further 
into the field of quantum electrodynamics we shall find other divergent 
integrals which are more difficult to circumvent. 


Vacuum Wave Function. The wave function for the set of oscil- 
lators is just the product of the wave functions for each mode. For the 
ground state the wave function of the oscillator 1, k is (see Eq. 8.83) 
proportional to exp{—(kc/2h) ay ..@, ,}, where 


ak= ai k/V Vol 


and “Vol” represents the volume of the normalizing box (see Sec. 4-3). 
Thus the wave function for the entire system in the ground state, or 
vacuum state, is, within a normalization constant, 


on ee as 
®) = exp {- > oy atk A or. sxiay)} (9.43) 


k 
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Problem 9-6 Show, using sine and cosine modes and real vari- 
ables, that this expression using complex variables is indeed correct 
(cf. Prob. 8-4). 


Problem 9-7 Show, for the vacuum state, the expectation value 
of G7 .d1.q is (h/2kc)dx,q and that of @, ..,,q is (h/2kc)d_k,q- Develop 
a formula for the expectation of (@]),@,,,)" for integral r and explain 
thereby how the expectation of such quantities as (G7 41K)" (Gf g21,q)° 
can be got for q # k. Show that the expectation of (a, fh or (iy: )" 
vanishes. Show that the expectation of the product of any odd number 
of @’s is zero and that you can compute the expectation value of any 
product of a’s or a*’s for the vacuum state. 

Problem 9-8 For the state for which there is just one photon 
present in level 1, k, all of the factors in the wave function are ¢g except 
one, which is ¢,. But for an oscillator ¢;(x) = V22x¢0(zx). The wave 
function representing an excited running wave is a linear superposition 
of the state with the cosine mode excited and 7 times the state with 
the sine wave excited, so show that the unnormalized wave function for 
just one photon present in level 1, k is @j,®o. The normalization® is 
J ©$a, a} Bo da, or the expectation of @, , a}, for the vacuum, which 
we have seen in ihe preceding problem is h/ 2kc. Hence the normalized 


one-photon state is \/2kc/haj , Bo. 


INTERACTION OF FIELD AND MATTER 


To deal with the interaction of the radiation field with matter is 
not difficult in a formal way. Evidently from the action expression of 
Eqs. (9.30), (9.31), and (9.33) we see we must deal with the matter 
system interacting with the radiation oscillators and must calculate am- 
plitudes from 


Amplitude = cy exp { $ (Sia + Sint + Sn) [| Dx; Dai, Daz x 
ik 
(9.44) 


The coordinates of the radiation oscillators can be integrated out imme- 
diately; for they appear only in quadratic expressions. We shall do this 
integration in the next subsection (starting at Eq. 9.60). 


248 9 Quantum electrodynamics 


Emission from an Atom. Part of the complication in this problem 
is simply the confusion produced by so many coordinates and states. So 
we shall begin by dealing with a simple problem just to get more used 
to what is involved. We shall solve the problem of the probability of 
emission of light by a single atom, using perturbation theory (assuming 
the interaction Sing of light and matter is small and expanding it only 
to the first order). 

If Sint is neglected, the radiation and matter are independent sys- 
tems. Let the states of the atom alone have energy F'n for various values 
of N with wave functions ~y(x), where x represents the x; of all the 
particles of the atom. The state of the radiation can be defined by giv- 
ing the values of all the integers ni, and nox. The energy levels of the 
combined system are 


E = Ey + S0 (nik + n2,k)hke (9.45) 
k 


The wave function for this state is a product 


v= Wn (x) ®(n1k, N2,k) (9.46) 


where ®(n1 x, N2,k) is the wave function for the radiation field (a product 
of harmonic oscillator wave functions). 

To deal with atomic radiation of a photon, we consider as the initial 
state that the atom is in some level M and no photons are present (all 
m1,k and no, equal 0). This wave function is 


Va = vm (x)®o (9.47) 


with ®p from Eq. (9.43). In the final state the atom is in another level 
N, but now a photon is present, say of momentum fq and polariza- 
tion 1. According to Prob. 9-8 the wave function of the radiation alone 
is proportional to aj ,®o; the complete final wave function is 


2qc 
Ve = dy (x)1/ Fai Fo (9.48) 


Now to find the transition probability per second (to first order) we 
see, according to Eq. (6.79), we shall need the matrix element Vi, of the 
perturbation potential between these states. The perturbation action is 
Sint aS defined in Eq. (9.32), and the corresponding potential is 


V =-vV Ar Shika (9.49) 
k 
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where jak = j1,«/V Vol depends on the atomic variables, as in Prob. 9-2. 
This matrix element is 


7 2qC eo = = = 
Vix — ff diay FE 5a VEE ied aa Bo dL] dae (9.50) 
k 


87 qc _ os = 
== ED [ve daca f G5 gaeFo [day (9.51 
k 


because only the currents 7 depend on x. The expectation values of the 
a’s for the vacuum state were worked out in Prob. 9-7, that is, 


* = as = 
[a1 at eB II day = 


unless k = —q, in which case it is h/2qc. Let us write the matrix element 
f Wy Jvm dx as (j)wam. Our matrix element is therefore 


Via = —V 20h /9c (51,4) NM- 


The probability of transition per second is then (see Eq. 6.94) 


QT 2th = 


Ordinarily we are not interested in the problem of exciting one par- 
ticular photon but would rather see the probability of emission of any 
photon (of polarization 1) into some small solid angle dQ. We must 
sum q over all values which correspond to this direction. The number 
of values of q per unit volume is d?q/(27)?, or if q is in the specified 
direction, we require the integral of q? dqdQ/(27)3, so that we find that 
the probability of a transition per second is 


dP OR es, dq dQ 

Fm | bin ale5(Bw - Bo + BaP ES (9.53) 
The integral on q gives 

dP Oe 6 

ar aps ldialna dQ (9.54) 


for the rate of emission of light of polarization 1 in direction q into the 
solid angle dQ. The frequency emitted satisfies 


_ Em — En 


w= ge= (9.55) 


Problem 9-9 For a complicated system moving nonrelativistically 


(J1,k)NM = S “(ever kie *™) vi (9.56) 


a 
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where e, is a unit vector in the direction of the polarization of the light 
and e; and x; are the charge and position of the zth particle. Assume 
the wavelength of the light is very large compared with the size of the 
atom, i.e., that the absolute square of the wave function describing the 
position of the ith electron falls to 0 over a distance small compared with 
1/k. Show that we can then approximate ex: by unity and write the 
matrix element as 


(1k) NM = tWey"Ly (9.57) 

where 

LnmM = S—(eixi)v (9.58) 
Fi 


The function ppyyy is called the matriz element of the electric dipole 
moment of the atom, and the approximation used to derive Eq. (9.57) 
is called the dipole approximation. Show that the total probability to 
emit light in any direction per unit time is 


dP 4w® 
Fie a5 3a (9.59) 
(Integrate Eq. (9.54) over all directions, remembering that e; is perpen- 


dicular to k and that there are two possible directions of polarization.) 


Elimination of Electromagnetic Field Variables. Since the 
radiation field is represented by a quadratic action functional, we can 
integrate out all its coordinates. We shall do so here. We must integrate 
all the variables a1 ,., @2,, in Eq. (9.44). We must specify the initial and 
final states of the radiation field. First we shall take the simplest case 
that initially and finally we have a vacuum, the oscillators all going from 
0 to 0 photon number. Our amplitude can be written 


Amplitude = / elt/A) Sma X (x, )T] Dx; (9.60) 

where 

X (xi) = / / eM Gaet Ss] Dara Dart. (9.61) 
k 


is a function of the x;’s which appear on the right-hand side of the equa- 
tion in the current variables 7. Since the action is a sum of contributions 
> x (51,k + S2,k) from each mode, where 


Sik = / Racror + 91) (9.62) 


2* = k?¢? —x* oe) hke 
+ 541 ee — kak — S| a 


9-4 Interaction of field and matter 251 


clearly X is a product of corresponding factors. The integral for one 
typical mode, 


t Be Bin oa 
X1k = [ew{; | Racror F Ik k) 


dl ies Se ke? hke 7 
a rie k@1,k — >, kQ1k — | at} Dai 


T to te be ror 
= exp {- [ A Fiz lt)ity (se ht 4 ws (9.63) 


is a type of path integral which we have already done many times, ex- 
cept for the complication of complex variables, which can first be re- 
duced to real variables. In fact, this is exactly the problem discussed in 
Sec. 8-9. The interaction function f(t) of Eq. (8.136) is here related to 
Vt jix(t), and w = ke. The final expression of Eq. (9.63) is equivalent 
to Eq. (8.138). The product of such factors for each k and polarization 
gives X = et!/h es 


‘. ; ; es 
7 a z[f “Gul x (t)Ft (8) + Jou (t) Ib (s)le eel?! ds dt 


(9.64) 


Thus the problem of a vacuum-to-vacuum transition is completely 
solved in terms of a path integral over the matter variables alone: 


Amplitude = / hy Cat DT Dixy (9.65) 


We shall discuss a number of consequences of this result. (The case that 
the initial or final state is not a vacuum is described in Sec. 9-7.) 

It appears that the net result is simply this: The matter acts not 
with Smat but with a modified action S144 = Smat+J/. The modification 
results from a reaction with the electromagnetic field. This is not true in 
a strictly classical sense, for the action J is a complex number. It can be 
shown that the classical physics which results from using the principle 
of least action, with the real part of Si.,, only, is exactly equivalent to 
the combination of Maxwell’s equations and Newton’s laws. But it does 
not correspond to the case that Maxwell’s equations are solved by using 
just retarded waves. (In fact, a restriction to retarded waves cannot 
be represented by any principle of least action in which only matter 
coordinates appear. Instead it corresponds to using half the advanced 
and half the retarded solution.!) Our full quantum-mechanical complex 
expression for J is correct, and we shall now look at its consequences. 


1J,A. Wheeler and R.P. Feynman, Interaction with the Absorber as the Mecha- 
nism of Radiation, Rev. Mod. Phys., vol. 17, pp. 157-181, 1945. 
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First-order Perturbation Expansion. The integral over the x’s 
is too complicated to do exactly, but in the expression for the currents 
in J the charge e of the particles occurs. Thus J is proportional to 
e”, which in dimensionless form, for the electron’s charge, is the fine- 
structure constant 
er 1 
he 137.039 
a small number whose exact value and meaning are unknown except 
experimentally. Thus we may expect that the effect of J is small. We 
already know that the Schrédinger theory gives atomic levels, for exam- 
ple, quite accurately. There can be only small errors arising from the 
neglect of J. Let us look at the effect of J in first order in e?, corre- 
sponding to second order in e on the original action of Eq. (9.32). Let 
us take the transition amplitude Ajyjy as defined in Sec. 6-5, where the 
matter system begins and ends in state M. If J is neglected, the zero 
order is 


0 
Amu =e /h)EMT (9.66) 
The first-order term is (where x represents all of the x; variables) 


1 4 : 
AMM = aS, * ee (xp )e'/P)Smat Tah v7 (Xa) Dx(t) 


ay S| * hl Xb) )e(t/P) Smat 


ty . 
Ef [tis t)37 (8) + jou(t)934(s)le" Bt ds dt 


X Was (Xa) Dx(t) (9.67) 
Now terminate the integral on s at t, and double the result.° The evalu- 


ation of a similar expression was worked out in Sec. 5-1. For the present 
example, with large values of T’, we get 


ves = 7 (AD rene eee 
where 


AE = =e ar alee k )un (37, k)NM as (Jo 4) MN (93, k)NM] 


an e(i/h)(Em—En —hke)t go 


-~/F jixdNM|? +\(ox)naul? d?k 
Eu —En —hke+te (27)8 


(9.68) 
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This has a real and imaginary part and can be written as 
AE =6E- sia 
The real part dE represents a small shift in the energy levels of the 
atom, called the Lamb shift. Such a shift was discovered experimentally 
by Lamb and Retherford. This is 


zs 
6B = 3 ies [I(t vavale + |(jox) nm? 


1 d?k 
PoP, ea i 
. (= a az) (27)3 (9.69) 


and the imaginary part is 


my oie lac)? + (on) ml?) 


d?k 
(27)8 

The amplitude that the atom remains in the upper state with no 
photons emitted goes as exp{—(i/h)(Ey +6E —ihy/2)T} and the prob- 
ability as e~ 77. That is, the probability to remain in state M decreases 
exponentially with the decay rate y. Physically it should decrease be- 
cause the atom in state M can emit a photon and fall to a lower state 
N. Comparison with Eq. (9.53) shows that y in Eq. (9.70) is indeed the 
total rate of transition from state M to all lower states NV. 


x 76(Ey — En — hkc) (9.70) 


A SINGLE ELECTRON IN A RADIATIVE FIELD 


The Energy Correction. In order to study the electromagnetic 
energy correction dF, we shall consider the simplest case: that in which 
the matter system has only one moving charge (e.g., a hydrogen atom 
with an infinitely heavy nucleus or a free electron in empty space) whose 
coordinates we shall call x. Thus jx = exe *k:*_ We have here a case 
where j, contains x, and in considering second-order terms we must take 
appropriate care, as discussed in Sec. 7-3. There is an additional term 
to 6E from the squared velocity term x”. Expressing x in terms of the 
momentum operator p, as in Sec. 7-5, we obtain 


6E = — a pie la + [Poe “la a? 
m2 Em — Ey — hike (27) 


Qnh d°k 
+o [2 “ke (27)3 0) 
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Problem 9-10 Why do we not need to be careful to write 
[pie *** + ek xp) ] in the matrix elements? 


Let us take the simplest case of a free electron at rest. Any 6Ep we 
get for energy in the field will represent a correction to the rest energy, or 
as can be shown from the relativity theory, to the mass, 6m = 6ER/c?. 
This is the so-called electromagnetic mass correction. For a free particle 
at rest, the states are plane waves. If the momenta in M and N are py 
and py, the matrix element (pie ***) vag is zero unless py = py —hk, 
in which case it is pyy. Thus for an electron at rest initially, the matrix 
element is 0 and 6p is just the last integral of Eq. (9.71), which is 
infinite! 


Difficulties at Short Wavelengths. This in not the whole of it. 
When, at Eq. (9.29), we eliminated the term 47p,p_x/k? in S., we 
pointed out that this represented the interaction between point charges 


ee; 
2 >»? |x; ea 


but neglected to point out that the infinite terms 7 = j must also be 


included in the sum. Indeed, for a single particle p, = ee~***, so 
Ar|p,.|?/k? = 4re?/k? and the term is 
1 dk 
ae 2 
6K. = Ate 2 (20/8 


The infinities here and in 6ER above do not cancel, and we are left with 
a real difficulty; our integrals over momentum k diverge quadratically. 
Quantum electrodynamics gives nonsensical results. 

It is true that we are using a nonrelativistic treatment of the charged 
particle. The relativistic treatment of the matter (quantum electrody- 
namics is not altered) does not rid us of the divergent results, although 
the order of infinity may be changed. For a particle of spin 0, like a 7 me- 
son, the order is unchanged; it is still a quadratic divergence. Here there 
is presumably an experimental value of the mass correction available. As 
far as is known, through other interactions, the sole difference between 
charged and neutral 7 mesons is the charge, i.e., the different way they 
couple to the electromagnetic field. So presumably the mass difference 
of the charged 7 meson with a mass m, of 273.2 electron masses and the 
neutral 7 meson of 264.2 electron masses, that is 9.0 electron masses, or 
0.034m,,, or 4.6 MeV, represents energy in the electromagnetic field. 
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If we arbitrarily stop our integrals at some higher momentum kma x 
(which is not a relativistically invariant procedure), we get an energy 
he? (kmax)?/2n7m,c¢ from the last term of Eq. (9.71), which is the largest 
term if Akmax/c is very much larger than the 7 meson mass m,. If this 
equals 0.034m,c?, then (e?/27hc)(hikmax/MxCc)”? = 0.034, or 


D.4mMnc  0.8Mpc 


h h 

where mp is the mass of a proton. (The relativistic theory gives 
AE = 0.034m,c? with a cutoff at about the same energy.) It is for 
this reason that we conclude that our present-day formulation of quan- 
tum electrodynamics (or of the “particles” with which photons interact) 
is faulty. The fault lies in the way we deal with energies beyond proton 
mass or with corresponding frequencies, or wave numbers. The difficult 
arises with modes whose wavelength is less than about 4m x 107!4 cm. 

For the electron of spin 5 the Dirac theory shows that the electron 
should have a certain magnetic moment. It turns out that with such a 
magnetic moment the negative magnetic energy almost perfectly cancels 
the positive electric energy. The difference still diverges, although only 
logarithmically. If a cutoff is applied to integrals over wavelengths, at the 
wavelength limit suggested above, the correction to the electron mass is 
only about 3 per cent, but there is no way to test this, for we do not 
recognize a neutral counterpart to the electron. 

For the proton the anomalous magnetic moment is so high that the 
magnetic energy exceeds the electric energy and the correction can be 
negative. The neutron is a magnet, too, so its correction is also negative. 
Since the proton moment is higher, the fact that the neutron is heavier 
than the proton might be explained. If the integrals are cut off at an 
energy of the order of a proton mass, the difference comes out correctly, 
but this is too crude a way to calculate such an accurately known energy 
as the 782.61+0.40 keV" equivalent to this mass difference. These mass 
differences (of proton and neutron, of charged and neutral 7 meson, 
of positive, neutral, and negative sigma mesons, and of charged and 
neutral K mesons, etc.) present a serious challenge to modern physics 
and possibly point to the failure of quantum electrodynamics to give 
us a complete theory for calculating electromagnetic effects. We do not 
know whether it is truly quantum electrodynamics or our assumptions 
about the distribution of charge inside the particles which are at fault. 
Only when we have a more complete theory of these particles and their 


Kmax ~ 


tPage 354 of F. Everling, et al., Atomic Masses of Nuclides for A < 70, 
Nucl. Phys., vol. 15, pp. 342-355, 1960. 
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interactions will we be able to determine the limitations, if any, of our 
present theory of quantum electrodynamics. 


THE LAMB SHIFT 


According to the Schrédinger equation, the second level of the hydrogen 
atom is degenerate. The 2s and 2p levels occur at the same energy. 
Likewise, for the Dirac equation there is a degenerate pair 251/2 and 
2p1/2- But Lamb and Retherford found in 1946 that there is indeed a 
small separation (about 1 part in 3 x 10°) with the 2s, /2 lying higher 
by a frequency of 1,057.1 megacycles. 

Although theorists reasoned that such an energy difference might 
arise from effects of the term J, the infinities of the divergent integrals 
confused all attempts to calculate the difference until the work of Bethe 
and Weisskopf in 1947. They reasoned as follows: 

First, since 


1 1 Ey — En if 


dt en See eee 9.72 
Ey-—-En—hke hkcEy—En —hke  hke ( ) 
the energy (9.71) was expressed as the sum of three terms, 
6E =6E'+6E"+6E"” (9.73) 
where 
pl ore i> ype ~ Ev)(\pie™™* |r + [poe lv) 4k 
~ mec k? Em — En - hke (27)3 
(9.74 
2rre* ~ik-x2 ~ik-x)2 d°k 
6B" = ~ m2¢2 Jed k2 (|pie In + |p2e vat) (27)3 (9.75 
Qre*h fl ek 
6B” = —— | -——— 9.76 
me k (27) e0) 


The term 6E£’” and the infinity from the Coulomb term dE, are 
independent of the state of the electron. They would (it was hoped) 
be made finite in some future theory. It would contribute some 6m to 
the rest mass of the electron. If mo is the mechanical mass, the true 
experimental mass would be m = mo + 6m, where dmc? = 6E" + 5E,. 
In the total energy (including the rest energy of the particles and the 
binding energy) of the hydrogen atom, such a rest-energy correction to 
the energy is, of course, expected, but we have already included it when 
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we measure all binding energies relative to the free-particle ionized state. 
The 6m term is thus identified, because it is the only term for an electron 
at rest, and it is independent of the motion or state of the electron. 

The term 6E” could be simplified, for the sum over N could be taken 
to give (p} + p3)mm (by the law of matrix multiplication). When k is 
integrated over all directions, this becomes 2(p-p) MM, and 


(P-P) mu 8rre” / 1 dk 
2m  3mc? Jk? (27) 
Again it was hoped that some day this term would be finite. It exists 

even for a free electron. It is interpreted as follows: The mechanical 


kinetic energy p?/2mo would be altered (if the mass is altered) to the 
expression 


2 2 
ean (1 a =) (9.78) 


5B" = — (9.77) 


2m 2mo 


and the term JE” must represent —(p?/2mo) 6m/mo. But we have al- 
ready taken this term into account; for we calculate the Schrédinger 
energy levels with p?/2m, where m is the experimental mass. The term 
is identified because it is the only extra term for a moving free electron 
and it is proportional to the kinetic energy. Finally, even though these 
terms may be interpreted wrongly, when we calculate the difference of 
the values of 6F for the 2s and 2p states, the terms will drop out, be- 
cause 6F/” and 6E, are the same for all states and 6E” is also the same, 
since (p?/2m) mm turns out to be the same for the two states 2s and 2p. 

In the remaining term 6E’ the argument was made that the dipole 
approximation would suffice. Then the matrix elements are independent 
of k, and since 


J ——— l d°k L AkmaxC 
k2 ae Be a 9.79 
| k? Ey — En — hke (27 )3 Qr7he ss Em — En ( ) 
we get 
é Kinane 
E! _— sen ety Pg 2 2] max 9.80 
: ence d, [ m — En)3|Ppym| a (9.80) 


Since the states and the matrix elements are known for hydrogen, the 
sum can be worked out. The only question is the value of Akmaxc. Bethe 


1The dm implied by Eq. (9.77) is (87e?/3c?) J (1/k?)d?k/(20)3 and is not equal 
to the 6m obtained from 6E/c? for a static electron. This is because we are limited 
to a nonrelativistic approximation. When a fully relativistic analysis is carried out, 
the two ways of calculating dm agree. 
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argued that the nonrelativistic approximation is at fault here and that, 
if the full relativistic calculation were made, hkmaxc would turn out to be 
of the order mc”. Putting hkmaxc = mc? gave about 1,000 megacycles, 
so Bethe knew he was on the right track. 

The remaining problem was to make a relativistic calculation with 
the Dirac wave function and states. Only in this way could a precise 
determination of the effective kya, be made. This turned out to be quite 
confusing, for it was hard to identify the various infinite terms. It would 
not do to simply cut them off at some maximum momentum and take the 
difference; for this is not necessarily a relativistically invariant procedure 
because it deals with momentum and energy in different ways. (One 
consequence of this has already been pointed out in the footnote.) One 
method for resolving the confusion was developed by Schwinger, who 
showed how the relativistic symmetry could be kept clear throughout 
the calculation and the infinite terms identified. Another method worked 
out by Feynman was to give a relativistically invariant procedure to cut 
off the infinite integrals. Here we shall illustrate the latter method. 

The total effect of the electromagnetic field, which this time includes 
the Coulomb interaction, is represented by an extra term J + S, in the 
action. The relativistic invariance of an expression for J like Eq. (9.64) 
will not be self-evident, since that formula is expressed in terms of k 
and t instead of either r and t or k and w. Let us represent J in terms 
of wave number k and frequency w variables. First note that, in light of 
Eq. (A.10), 

es ' 
—ike|t| ,-twr aon 2tke 
e e Te pia DP ie (9.81) 
or 
en tkelt—s| _ _ i 2ukc giw(t—s) (9.82) 
oo 2c? — w? — i€ Qn 


Suppose we define 


eae / jue(t)et™* at 


= / j(r, thet 3-4) ap dt (9.83) 


Then J becomes (for long time intervals T) 
=3 [ero li1(k, w)|? + |Jo(k, w) |? d?k dw 
Ree — wie (Qrr)4 
The relativistic symmetry of this expression in k and w is already 


clear; for k?c? — w? is invariant to the Lorentz transformation. The cur- 
rents, however, do not appear in a relativistically symmetrical manner. 


(9.84) 
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We would have expected an invariant combination like j-j — c?p?, since 
j and cp form a four-vector. But if we define 


p(kw) = | pu(t)eris* at 
Z / / pr, tei?) a8 dt (9.85) 


the Coulomb portion of the action, Eq. (9.29), is 


Le(k I" oS w)|? ae _ og [ elhe® = Wlal/k)? Bk dw 
“(Qr)4 k2c? — w? (27)4 


(9.86) 


the last resulting simply by multiplying numerator and denominator by 


c? — w*/k?. But the law of conservation of current 


Cae 
acre Vj (9.87) 
becomes 
wp(k, w) = k-j(k, w) (9.88) 


Alternatively, if we call 73 the component of j in the direction of k, 
wp/k = jg and we have altogether 


I+S.= (9.89) 


an f 2 Ji1(k, w)|? + |jo(k, w) |? + |ds(k, w)|? — ¢?|p(k, w) |? d?k du 
k2c? — w? — ie (2Q7)4 


The sum of the three j terms is just j*(k,w)-j(k,w), and the four-di- 
mensional invariance is evident. 

A suggestion is now made that in view of our present ignorance, 
convergence of the integrals can be made artificially by supplying an 
additional factor such as 


A? : 
(aa =O ye z) 


in the integrand of Eq. (9.89), where A is some very high frequency. For 
small values of k and w this factor is unity, whereas for high values it cuts 
off the integral. Furthermore, such a factor clearly does not destroy the 
relativistic invariance of the expression. All physical quantities are to 
be calculated by assuming J + S, contains this cutoff factor. If they are 
insensitive to A for large A (like the Lamb shift), the theoretical value 
is to be trusted. If, on the other hand, the result depends sensitively 


260 9 Quantum electrodynamics 


on A (as does the charged and neutral 7 meson mass difference) no 
quantitative meaning can be given to the result, for the cutoff function 
is arbitrary and is not completely satisfactory. This is the present state 
of quantum electrodynamics. 


Problem 9-11 Show that the cutoff function is not completely sat- 
isfactory by arguing that y calculated in the manner of Sec. 9-4 would 
be altered by the cutoff, yet the probability of emission of a real photon 
would not be so altered because for such a photon w = kc and the mod- 
ifying cutoff factor is exactly 1. Thus the balance of probability would 
not result (i.e., the probability that the atom emits plus the probabil- 
ity that it does not emit would no longer add to unity). The difficulty 
suggested by this problem has never been solved. No modification of 
quantum electrodynamics at high frequencies is known which simulta- 
neously makes all results finite, maintains relativistic invariance, and 
keeps the sum of probabilities over all alternatives equal to unity. 


Problem 9-12 Transform I + S, into space coordinates by using 


i: et(k-r—wt) Bk dw _ 1 i 
k2c2 —w2—ie (Qn)4 — (277)? (r? — ct? + ie) 
1 
S617? Ser 
Toot" ~ ee) (9.90) 


(Note: The function i/|(zx + ie)] is often written as 6,(x), and we have 
introduced that convention here.) Then find 


1 ‘ , 
I+S8.= se | [ itersts)iteaste) — c*p(r1, t1)o(r2, t2)] 
x b4(\r1 = re|" = c(t = t2)”) d’r, dt; d° ro dtg (9.91) 


THE EMISSION OF LIGHT 


In Sec. 9-4 we found an expression for the amplitude that the matter 
system would do something when interacting with an electromagnetic 
field, as shown in Eq. (9.60) and the following development. This deriva- 
tion was restricted to the special case that the field is both initially and 
finally in the vacuum state with no photons present. The result was that 
the action Sma, in the path integrals must be replaced by an effective 
action Sant = Smat + J. In a more general case, photons are present, 
both initially and finally. As an illustration suppose that initially no 
photons are present but in the final state there is just one photon of 
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momentum fq and polarization 1. The only change which this makes 
in our previous calculation is the change in the integral defining X, that 
is, Eq. (9.61). We shall now use 


ye | / eM Gnet See T] Dory Dao. (9.92) 


where the path integral is carried out between a vacuum initial state 
and a final state consisting of a vacuum plus one photon. Then every 
oscillator, except 1, q, goes from the initial state n = 0 to the final state 
n = 0, so the factor X 1, for all these oscillators is unchanged. Only the 
contribution from the single oscillator 1, q is altered; for it now becomes 


1 Flee as = = * 
Xiq= few {sf VEG ata + haa) 


mice hqc 


ae 7 
a ee elpg = =a Oy ghia = a it} DGi,q (9.93) 


2 


This expression is the same as Eq. (9.63) except that the oscillator path 
is taken between the state n = 0 and the state n = 1 instead of n = 0 
to n = 0 as in the previous expression. We worked out the behavior of 
a forced harmonic oscillator in Sec. 8-9, and we can use the results of 
that section to write 


t 
AG q= @ / vel / jie” it) Xing (9.94) 
hae Jt, 


where X1,q is the n = 0 to n = 0 factor previously calculated. There- 
fore, evidently the complete factor X’ is simply the original factor X 
multiplied by 


[Ir fe. j 
i, {/— get dt 
hge : J1,q 


and we find for the amplitude 


. to —_ . 
Amplitude = i, / in enone : jie” dt Dr (9.95) 
Cc te 


The perturbation theory expression which we previously evaluated 
(at Eq. 9.50) is equivalent to the transition element 


oT : te ; 
Nl Frac i elt/h)Simat / jigqeet dt Dx (9.96) 
ta 


so we see that the net result is the same as that given by the perturbation 
theory except that the transition amplitude must be calculated with the 
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effective action S144 = Smat + J instead of with just Sma,. The effect 
of I is to change the energy levels a bit, as we discussed, but also to 
make the energy values complex. The result is that the emitted light 
gives a spectral line with a little width, which is called the natural line 
width. We shall not go any further into the details of this calculation but 
leave the subject and the generalizations to a number of photons both 
entering and leaving the system to those who wish to study quantum 
electrodynamics specifically in more detail. 


SUMMARY 


Review of the Approach. In this chapter we have a consider- 
able amount of analysis of the quantum electromagnetic field. It is 
worthwhile looking back again to see the central ideas and results. The 
separation of the Coulomb interaction and the use of running waves are 
technical ways of accomplishing our ends, but the essential result is the 
formula of Eq. (9.89) (or its equivalent, Eq. 9.91). Let us review this 
result from the more general point of view exemplified by the ideas of 


Eq. (9.1). 
Suppose we have a system which can be described by an action 
S= St [x] ai S2 [x, A, $| ake S3 [A, $| (9.97) 


where [x] is the action of the matter alone, S2[x, A, ¢] is the interac- 
tion of matter and field, and $3[A, 9] is the action of the field alone, and 
where x stands for all the coordinates of the matter, while A, ¢ describe 
the field. Then the amplitude for any event results from evaluating a 
path integral like 


K= : exp 1 (54 [x] + So[x, A, 4] + 93[A, é)} DxDADd (9.98) 


subject to the boundary conditions of the problem in question. In this 
summary we shall assume that conditions for the field are that initially 
and finally no photons are resent (i.e., ground state to ground state for 
the field), and we abbreviate this set of conditions as gnd-gnd. Later on 
we shall consider the consequences of integrating x first and A, ¢ last. 
What we have done so far corresponds instead to integrating A, ¢ first 
and reserving the x integral as a subsequent step. 

Usually S2[x,A,¢] is linear in the field variables A, ¢ and can be 
written as 


S)=- / / [o(r, t)6(r, t) — j(r, t)-A(r, t) /c] dr dt (9.99) 
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where p and j are the electric charge and current density, which depend 
on the x only. The integral over A, ¢ is then easily performed because it 
is a gaussian integral. It is the burden of Eq. (9.91) to tell us the value 
of this integral, namely, 


gnd . 
if exp (F [ssia,¢ = [[w —j-A/c) Prat \ DADO = eft/h)I 
gnd 
(9.100) 
where J, which we called J + S, in Eq. (9.91), is 


{ ‘ 3 
J = | [ii(es,ta) irate) - Fo(n tr)olea, ta) 
x 64(|r1 = ro| _ C7 (ty = t2)”) d’r, dt1 dro dt (9.101) 


for any functions p, j of r, t. The expression for Eq. (9.101) as an integral 
over momentum space appears in Eq. (9.89). 

In the applications of Eq. (9.98) these p, j are some function of x 
and x, so we obtain the result that 


Rin gia = / — . (Si fx] + Jix))} Dx (9.102) 


where J[x], a functional of x(t), is given by Eq. (9.101) with the correct 
p, jsubstituted. This summarizes the results for gnd-gnd transitions. We 
express the modifying effect of the field on the action of the particles by 
the addition of J[x] to S;[x]. The central formula for electrodynamics 
then is the general result of Eqs. (9.100) and (9.101). 


General Formulation of Quantum Electrodynamics. It is also 
of interest to pursue these matters in a different direction, by integrating 
over the matter coordinates first, and leaving the field variables for later. 
We shall limit ourselves to a brief general description of what results from 
this procedure. If in Eq. (9.98) we contemplate integrating x first, the 
factor e(*/")S3 is a constant and can be left out. We can therefore write 
Eq. (9.98) this way: If we define 


T{A, 4] = f exp{ # (Sulx] + Salx,A,9))} Dx (9.103) 
then 
K= : eV/MSIAPTIA 6] DADO (9.104) 


This K gives us the amplitude that the particle goes through a cer- 
tain motion and the field undergoes a certain transition. Like all other 
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amplitudes, it is the sum over all possible alternatives. Each separate 
alternative is constructed as the amplitude T[A, ¢] for the motion in a 
particular field A, ¢ times the amplitude e“/”)5s that the field is A, ¢. 
In carrying out the sum, we sum over all possible fields A, ¢. 

This law, given by Eq. (9.104), is the general fundamental rule for 
all of quantum electrodynamics. It is a correct formulation even when 
the functional T/A, ¢], the amplitude for the motion of the particles in 
an external potential A, ¢, cannot be represented as a path integral. 
For example, for a relativistic particle with spin (described by the Dirac 
equation), the quantity T[A, ¢] cannot be described by a simple path 
integral based on any reasonable action. However, it is possible to cal- 
culate T[A, ¢] by other means, for example, from the Dirac equation. 
After the form of this functional has been derived, the amplitude K can 
be worked out, in principle, from Eq. (9.104). 

In stating the law of quantum electrodynamics in the form of 
Eq. (9.104), we have isolated the behavior of the electromagnetic field 
from the behavior of the particle (or system of particles) on which it 
acts. That such an isolation can be carried out is an important result. 
For example, the functional T[A, ¢] may represent the behavior of a nu- 
cleus whose properties are not completely known. However, if we know 
only the behavior of the nucleus in an external field, then we can solve 
quantum-electrodynamic problems involving nuclei. 

Of course, to use Eq. (9.104) strictly, T must be known as a functional 
of A, ¢ for all A, ¢, but this much information is rarely available. Even 
if it is available, the path integral over A, ¢ may not be easy. But in 
practice the formula is very useful. Sometimes TJ’ can be approximated 
by an exponential, linear in A, ¢, of exactly the form of Eq. (9.99). Then 
the result is obtained directly from the general formula of Eqs. (9.100) 
and (9.101). More often, T’ can be represented by a sum, or integral, over 
such exponential forms with various p, j and the result of Eq. (9.104) is 
a corresponding sum or integral over expressions containing e(/™)/ with 
J in Eq. (9.101) involving the corresponding 9, j. 

In most practical situations T can be expressed as a power series in 
A, ¢. The first few terms can be found from the theory of the matter 
considering A, ¢ as a small perturbation. Subsequent substitution into 
Eq. (9.104) and integration over A, ¢ gives a corresponding perturbation 
expansion (in powers of e”/fic) for K. The necessary path integrals such 
as 


i; el/®)S81A.9] 4 (1, t1)A;(ro, tz) DA Dd 


= —ihec bi, 64(|r1 — re|? = c* (ty = to)”) 
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can be discovered by expanding the general formula of Eqs. (9.100) and 
(9.101) on both sides in powers of p, j and comparing corresponding 
terms. We shall not go further into these matters here, but refer the 
reader to the literature (e.g., sec. 8 of R.P. Feynman, Mathematical 
Formulation of the Quantum Theory of Electromagnetic Interaction, 
Phys. Rev., vol. 80, pp. 440-457, 1950). 
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Statistical Mechanics 


IN preceding chapters we have discussed transitions in which a system 
goes from one known state to another. In most physically realistic sit- 
uations the initial state is not completely known. The system may be 
in one or another state with different probabilities associated with each. 
In this case the final state is equally uncertain, being that set of states 
resulting from the various possible initial states with the corresponding 
probabilities. Or we may not be interested in the probability to go to 
just one specified final state, but rather the chance to end up in any one 
of a set of such states. 

An especially interesting case of statistical uncertainty of states is 
that corresponding to thermal equilibrium at some temperature T. A 
quantum-mechanical system in thermal equilibrium can exist in one or 
another energy state. The results of quantum-statistical mechanics show 
that the probability that a system is in a state of energy FE is propor- 
tional to e~#/*T,, where kT measures the temperature in natural energy 
units. (The conversion factor k, known as Boltzmann’s constant, is 
1.38065 x 10716 erg/K, or 1 eV per 11605 K.) 

In this book we shall neither derive nor discuss this exponential dis- 
tribution law. We emphasize that the energy FE is the energy of the 
entire system. If an energy level is degenerate, then each state at that 
particular level has equal probability. This means that the total proba- 
bility for the system to have the particular energy value is enhanced by 
a factor corresponding to the number of states in the degenerate level. 

The exponential law given above is not yet a true probability distri- 
bution, since it has not been normalized. The normalizing factor can 
be written 1/Z, so that the probability that a system should be in the 
state of energy EF, (assumed nondegenerate for the time being) is 


1 
i gor (10.1) 


where 3 = 1/kT. This means 
Z= yen (10.2) 
n 
An equivalent normalization consists of defining an energy F’ such 
that 
je a (10.3) 


F is called the Helmholtz free energy. Its value is, of course, dependent 
on the temperature 7’, although the various energy values F, do not 
depend on 7’. It is evident that 


Z =e FF (10.4) 
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THE PARTITION FUNCTION 


The physical properties of a system in thermal equilibrium can be de- 
rived from the exponential distribution function. Suppose A is the mea- 
sure of some property and that its mean value in the nth energy state 
is 


Ack / ¢* Ad, aT (10.5) 


where the integral is taken over the configuration space of the system. 
Then the statistical average for A for the whole system is 


A=S > pnAn = 3 So Ane (10.6) 


For example, the average or expected value of the energy itself is 


U = prin = 5D Ene OP 
n n 


= \ 7 Ene A(Ba—F) (10.7) 
n 


If the normalizing factor Z is known as a function of the temperature, 
the sum of Eq. (10.7) can be easily evaluated. From Eq. (10.2) we have 


OZ OZ 
—BEn = — 20 
aE 5B kT? (10.8) 
This means that 
kT? OZ ,OInZ OF 
= gagr Ome Or 
O(BF) 
= 10. 
55 (10.9) 


We have written the derivatives with respect to the temperature as 
partial derivatives because other variables, such as the volume of the 
system or any external fields, which determine the energy levels are all 
held fixed. 

It is interesting to see what happens to the expected value of the 
energy if some other variable such as the volume is changed. Suppose 
the system is in a particular state ¢, and we make a small change in 
the value of a certain parameter, say a. Using a first-order perturbation 
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principle, we find that the first-order change in energy is equal to the 
expected value of the first-order change in the hamiltonian. That is, 


Ey + AEn = foua + AH)¢, a0 
AE, = / $*AH¢, dv (10.10) 


Using the language of classical physics, we would say that the ratio 
—AH/Aa is the “force” associated with the parameter a. In case this 
parameter is the volume, the force is the pressure. That is, we define 
the concept of force by 


force x change in parameter = —change in energy 
or 
OH 
ees 10.11 
fa=— 5 (10.11) 


As an example, then, if P = pressure and V = volume, 
—-PAV=AE (10.12) 
We write the expected value of the force as 


nm 


__L yn 2fn,-s, yer _ AE OO oe) _ kT OZ 


£4 da Z da Z da 
so that 
- 10InZ 
— 10.14 
f 3 Ba (10.14) 


where ( and other parameters are held constant. Using Eq. (10.4), we 
can write this as 


- OF 
aa 10.15 
—— (10.15) 
If the parameter a is the volume V so that f, is the pressure P, we have 
OF 
PS aes 10.1 
OV e016) 


When the volume is changed by an infinitesimal amount for a sys- 
tem at a constant temperature, two things happen simultaneously. First, 
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each energy level shifts slightly. Second, for the system to stay in equilib- 
rium at a constant temperature T (maintained by a bath, for example), 
the probability associated with each energy level changes slightly (be- 
cause the energy of that level changes). If the only effect were a change 
in the energy of each level, then the change in the total energy of the sys- 
tem would correspond to this change averaged over all the levels. From 
our foregoing discussion this is the negative of pressure times the change 
in volume. However, to keep the temperature fixed, some readjustment 
of the probability of each level must occur. Thus the total energy must 
make an additional change which we will call dQ. This additional en- 
ergy comes from the external system (the bath) which maintains the 
temperature, and it is called the heat exchanged. Thus 


dU =—PdV +dQ (10.17) 


We can find dQ easily from the expression for U given in Eq. (10.7). 
When V is altered by the change dV, then each energy level E,, un- 
dergoes the change dE, and the Helmholtz free energy changes by an 
amount dF’. Thus the total energy changes by the amount 


d=), db ,e On (10.18) 
+BdF)~ Ene \>—") — BY” Ey dEn eo 8\n—¥) 


The first term in this expression is the expected value of dE, which is 
—P dV, as we have already explained. The remaining two terms consti- 
tute dQ. These two terms can also be expressed with the derivatives of 
the sum in Eq. (10.2), and ultimately in terms of F’. In fact, we find 


07F 
Se ee 10.1 
dQ = -T = dv (10.19) 
That this is true can be seen also from Eq. (10.17), which gives 
dQ OU 0 OF OF 
aera ag yoy 
PF 
= TS (10.20) 


Equation (10.19) gives the heat exchanged dQ in changing the volume 
by the amount dV while keeping the temperature constant. If we change 
any other parameter, we shall arrive at an analogous result. For example, 
if we change the temperature TJ’ while holding the volume V constant, 
the heat exchanged is equal to the change in total energy. That is, 

OU 0 OF OF 
dQ = a aT = 5 (F rs) ar =-T aT (10.21) 
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In general, then, we have the result 


F a F 
d= 2 (sa + oe da +o ar) 
The right-hand side of Eq. (10.22) is of the form T' times the total 


change in a quantity S = —(OF/OT), which is called the entropy. That 


(10.22) 


dQ =TdS (10.23) 
OF 

25, SOE 10.24 

S=—5 (10.24) 

U=F+TS (10.25) 


It is evident that all the standard thermodynamic quantities — inter- 
nal energy, entropy, pressure, etc. — can be evaluated if a single function, 
the partition function Z, is known in terms of the temperature, volume, 
external field, etc. The thermodynamic quantities are obtained simply 
by differentiating Z or, equivalently, the free energy F’. 

The determination of some physical quantities, even for a system in 
thermal equilibrium, requires more information than only the partition 
function. For example, suppose the system is in a configuration space 
with a coordinate x and we ask: What is the probability of finding the 
system at location x? We know that if the system is in the single state 
defined by the wave function ¢,(z), the probability of observing z is the 
absolute square of the wave function, ¢7,(z)¢,,(z). Thus, averaging over 
all possible states, the probability of observing z is 


= 5 Fh (a)}_(a)e“P™ (10.26) 


In the general case, if we are interested in any quantity A, then the 
expected value is given by 


A= Ane PP = 59> | 05 (2)Ab (2) dae PF (10.27) 


It is evident that the expected values of all such quantities could be 
obtained if we knew the function 


',t) =) bn(2')on (ae (10.28) 


This suffices since the function A appearing in the integral of Eq. (10.27) 
is an operator which operates only on the ¢,,(x) of that expression, and 
not on ¢* (xz). Using the quantity p(x’, x), we can imagine A to act on 2’ 
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only, after which we set x’ equal to x in the form Ap(z’, x), and finally 
integrate over all values of x. This process is called finding the trace of 
Ap. 

From the definition of p(z’, x) it is clear that 


Pe 5 ola, 2) (10.29) 


and since the probability P(x) is normalized, so that the integral over 
all of x gives 1, we have 


Z= [ote x) dx = trace{p} (10.30) 


The quantity p(z’,xz) is called the density matriz. [More precisely, it 
is called the “statistical density matrix for temperature TJ”; the term 
“density matrix” also has a wider use for general systems in or out of 
thermal equilibrium and is usually used for the normalized version of our 
function p(x’, xz), that is, for the function we would write as p(x’, x)/Z.| 
The general problem of statistical mechanics is to evaluate Eq. (10.28) 
to find the density matrix. If we are interested only in conventional 
thermodynamic variables, we need only the trace or diagonal sum of the 
density matrix, which gives us the partition function Z. 


THE PATH INTEGRAL EVALUATION 


The formulation of the density matrix given in Eq. (10.28) bears a close 
resemblance to the general expression for the kernel, which was derived 
in Chap. 4 and given in Eq. (4.59) as 


Kap teen =). Oa tyOn Gale “ae (10.31) 


The validity of this expression is restricted to situations in which the 
hamiltonian is constant in time and ty > tg. However, this situation is 
implied in statistical mechanics; for only if the hamiltonian is constant 
in time can equilibrium be achieved. The difference between the form of 
Eq. (10.31) and that of Eq. (10.28) is in the argument of the exponential. 
If the time difference t, — t, of Eq. (10.31) is replaced by —i3h, we see 
that the expression for the density matrix is formally identical to the 
expression for the kernel corresponding to an imaginary negative time 
interval. 

We can develop the similarity between these two expressions from 
another point of view. Suppose we write the density matrix in a way 
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which makes it look a little bit more like a kernel, thus, k(x», uo} 2a, Ua) 
for p(Zp, a), where 


Cp tip, Digs the) > bn (to) b% (tq )eW uo ve)/MEn (10.32) 


Then if 2 = 2’, % = 2, U = hG, and ua = 0, Eq. (10.32) becomes 
identical with Eq. (10.28). 
If we differentiate k partially with respect to us, we get 


Ok(b, a) 1 ‘ Gee 

Ou ds Enba(ts)bn(ta)e pea ne (10.33) 
But now recall that E,ndn(z») = Hdn(xp); so if we understand Hy to 
imply operations only upon the variables x», we can write 


Ok(b, a) 1 

AA Rd eee © py 10.34 

or, to put the same thing another way, 

dp(d, a) 

———_ = —Hyp(b 10. 
a 10(b, a) (10.35) 


We notice that this differential equation for p is similar to the Schr6- 
dinger equation for the kernel K which was developed in Chap. 4 and 
given in Eq. (4.25). We can rewrite it here as 
oEe@) = _~ H,K(b,a) for ty > te (10.36) 

Oty h 
We found in Chap. 4 that the kernel K(b,a) is Green’s function for 
Eq. (10.36). In the same sense the density matrix p(b,a) is Green’s 
function for Eq. (10.35). 

With simple hamiltonians involving only momenta and coordinates 
we have been able to write the kernel as a path integral. For example, in 
a one-particle, one-dimensional situation where the hamiltonian is given 


H = -~—,+V(z) (10.37) 
the solution for the kernel over a very short time interval 


t% —t,=€ 
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which can be directly verified by substitution into Eq. (10.37) and taking 
the limit « — 0. By building up a product of many kernels of the 
form (10.38), and summing over paths, and taking the limit as the time 
interval € goes to 0 and the number of terms in the product becomes 
infinite, we have produced a path integral describing the kernel over a 
finite period of time. 

We can produce a solution to Eq.(10.34) in the same manner. The 
solution for an infinitesimal interval of up — ug = 7 is given by substi- 
tuting « = —in into Eq. (10.38). Thus 


k( 2a ee, 0) = (10.39) 


1/2 2 
m 1 [m (rp — 2) Lp +L 
(am) {napa te (Aa) 


That this is a valid solution of Eq. (10.34) in the limit 7 — 0 can be 
demonstrated by direct substitution. 

The rule for the combination of functions defined for successive values 
of u is the same as the rule for the combination of kernels for successive 
intervals of time. That is, 


k(b, a) = [*e c)k(c, a) dx, (10.40) 


That this result still holds follows from the fact that Eq. (10.33) is a 
first-order derivative in u. This rule can be used to obtain the path 
integral to define k(b,a) as 


k (Zo, Ub; Za, Ua) = (10.41) 
2 fo [ow )-7 ROHR sven] TT 
p i *) a a 


The normalizing constant a now becomes 


1/2 
Z (=m) (10.42) 


m 


and the integral is carried out over all paths going from z, to 2» (that is, 
fori = 0, 2; = 2, and for i = N, x; = Zp) in the interval up — ua = N7. 

The result of this derivation is that if we consider a “path” z(u) as 
a function which gives a coordinate in terms of the parameter wu, and if 
we call ¢ the derivative dx/du, then 


o(e»,2—) = f ose {-3 [ Bee+vem) au} De(u) (10.43) 
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This is a very amusing result, because it gives the complete statistical 
behavior of a quantum-mechanical system as a path integral without the 
appearance of the ubiquitous 7 so characteristic of quantum mechanics. 
(Incidentally, this is not so for asystem moving in a magnetic field.) This 
path integral of Eq. (10.43) is much easier to work with and visualize 
than the complex integrals which we have studied previously. Here, it 
is easy to see why some paths contribute very little to the integral — 
these are the paths for which the exponent is very large and thus the 
integrand is negligibly small. Furthermore, it is not necessary to think 
about whether or not nearby paths cancel each other’s contributions, 
since in the present case all contributions add together with some being 
large and others small. 

The parameter u is not the true time in any sense. It is just a 
parameter in an expression for the density matrix p. However, if we wish 
to think through analogy, we can consider wu as the time for a certain 
path, an in so doing we can state the result given by Eq. (10.43) in a 
vivid pictorial way. What we are doing is providing a physical analogue 
for the mathematical expression. We shall call u the “time,” leaving the 
quotation marks to remind us that it is not real time (although u does 
have the dimensions of time). Likewise ¢ will be called the “velocity,” 
mi? /2 the “kinetic energy,” etc. Then Eq. (10.43) says that the density 
matrix for a temperature 1/k@ is given in the following way: 

Consider all the possible paths, or “motions,” by which the system 
can travel between the initial and final configurations in the “time” Gh. 
The density matrix p is a sum of contributions from each motion, the 
contribution from a particular motion being the “time” integral of the 
“energy” divided by hf for the path in question. 

The partition function is derived by considering only those paths in 
which the final configuration is the same as.the initial configuration, and 
we sum over all possible initial configurations. 


Problem 10-1 Show that the density matrix for a one-dimensional 
harmonic oscillator is 


1/2 
hee mw 
Mesa) & sinh ans) Ue 


mw) 12 2 / 
iE a2t9 
x exp { Oh ai [(a’* + 2°) cosh Bhw o'a}} 


This answer can be compared with the results of Prob. 3-8. Show also 
that the free energy is kT In[2 sinh(fiw/2kT)]. Check this latter value by 
a direct evaluation of the sum of Eq. (10.2). 
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The Classical Approximation. If the temperature is not too low 
(how low is too low will be discussed below Eq. (10.49)), Gh is very small. 
Thus, in calculating the partition function for which x, = X,, each path 
starts from Zq and in a very short “time” is back at x, again. In fact, 
the paths cannot ever wander very far from Z,, because traveling far 
away and returning again in the short “time” available requires a high 
“velocity” and a large “kinetic energy.” For such a path the exponential 
function appearing in Eq. (10.43) becomes negligibly small, and it will 
contribute a negligible amount to the sum over all paths. Under these 
circumstances the paths z(u) which must be considered in evaluating 
V(a(u)) never move very far from the initial point z,. Thus to a first 
approximation we can write V(z(u)) ~ V(z,) for all paths. In this 
approximation the potential energy is independent of the path, and the 
exponential function dependent on the potential can be taken outside 
the integral. Thus for temperatures which are not too low we have 


Za 1 m Bh 
Pl Baste) Seo) exp -=5 | &?(u)du> Da(u) (10.45) 
La 0 


In this last expression the path integral is that for a free particle. It 
can be solved in the same way that we solved the path integral defining 
the kernel for the motion of a free particle in Chap. 3. The result is 


i: exp 3 i‘? &?(u) as} Da(u) 


mkT mkT (xp — 2a)? } 
= _ eb = ass 10.46 
Onhe { 2h? ( ) 


If we are interested only in the partition function, we set x, = %q and 
find 


fmkT 
Pltoy ea) = ao gor ase) (10.47) 


Then, the partition function is the integral of this expression over all 
possible initial configurations z,. Thus 


ie ee / e~BV (ta) de, (10.48) 


This is a formula for the partition function valid in the limit of classi- 
cal mechanics. It was originally derived, within an uncertain multiplying 
constant, as a consequence of classical mechanics by Boltzmann. In more 
complicated cases (e.g., more variables) the classical partition function 


278 10 Statistical mechanics 


is simply the product of two factors. The first of these is the path in- 
tegral which one would get by considering all particles of the system to 
be free. The second factor is called the configuration integral, and it is 
just the integral of e~°”, where the potential energy V of the system 
depends upon all of the N variables describing the system. For example, 
for N particles interacting by a potential V(x1,X2,...,xn), where x; is 
the position vector of particle 7, the integral required is 


J [ fexe -0V Gas... x0) d®x, d?x9---d°xy 


This simple form for the partition function is only an approximation 
valid if the particles of the system cannot wander very far from their 
initial positions in the “time” (Gh. The limit on the distance which 
the particles can wander before the approximation breaks down can be 
estimated from Eq. (10.46). We see that if the final point differs from 
the initial point by as much as 


(10.49) 
mkT 

the exponential function of Eq. (10.46) becomes very greatly reduced. 
From this, we can infer that intermediate points farther than Az away 
from the initial and final points can be reached only on paths which 
do not contribute greatly to the path integral of Eq. (10.43). If the 
potential V(x) does not alter very much as x moves over this distance, 
then the classical statistical mechanics is valid. 

For a typical solid or liquid at room temperature, with an atomic 
mass of about 20, for example, Az is about 0.1 A, while the interatomic 
distances and forces range over one or two angstroms. Thus motions 
greater than 0.1 A will not contribute to the density matrix, while the 
potential function will remain unchanged until motion of about one or 
two angstroms has been achieved. It is clear that classical statistical 
mechanics is adequate for such materials. 

All of the mysterious transformations between solids, liquids, and 
gases ordinarily lie in a range where classical statistical mechanics is 
valid. The mathematical interpretation of all these processes is con- 
tained in the problem of evaluating the integral of e~°” over the coor- 
dinates of all the atoms. That this amazing variety and peculiarity of 
phenomena comes from just a simple integral is at first surprising, until 
it is realized that the integral is a multiple integral over a stupendous 
number of variables. Our usual experience with integrals which involve 
one or, at most, a few variables of integration does not prepare us for 
the almost qualitative differences that can arise when the number of 
variables approaches infinity. 
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The fascination of the problems in the theory of the solid states, or 
of liquids and of the condensation of gases, lies, like the behavior of 
this multiple integral, in the way in which simple descriptions of simple 
systems when joined together in enormous multiplicity yield such rich 
phenomena. It is a challenge to the imagination to see how the coop- 
eration between systems can lead to such results. A rough qualitative 
explanation is readily forthcoming for many of these effects, but the 
problem of quantitative detail also holds fascination for the theoretical 
physicist. 

There are important statistical phenomena which occur when the 
classical approximation is not valid. In this case the multiplicity of 
variables is compounded with the conceptual complexity of quantum 
mechanics to raise even greater challenges. 

Strictly speaking, Eq. (10.48) does contain a little more information 
than was available to the purely classical statistical mechanics. This is 
evidenced by the appearance of fA in the coefficient in front of the in- 
tegral. Classical mechanics could not determine the partition function 
absolutely, but only within an unidentified constant factor. Thus the 
logarithm of the partition function was determined only to within an 
additive constant. That meant that a term proportional to T’ appeared 
in the expression for the free energy, or an additive constant appeared 
in the entropy. This constant, which was sometimes called the chem- 
ical constant, could be completely evaluated only after the quantum- 
mechanical solution was worked out. 


QUANTUM-MECHANICAL EFFECTS 


There are some cases in which the classical approach is not adequate. 
For these cases it is necessary to include changes in the potential function 
which result from the motion along the “path.” In this section we shall 
calculate the first-order effect of the potential when the motion of the 
particle is taken into account. 

Instead of approximating V(x) by the constant value V(x.) in the 
expression for the density matrix, Eq. (10.43), we might try a Taylor 
series expansion for V(x) around the point z,. However, we would find 
that we could save effort and increase our accuracy if we chose to expand 
about the mean position given by 


Bh 
ae ak i: mae (10.50) 


which is defined for any particular path. We can characterize each path 
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by its mean position and carry out integrations over all such positions in- 
stead of integrations over initial positions z,, as was done in Eq. (10.48). 
In this way the partition function becomes 


Z= If exp 1-3 [ = 2"(u) + V(2(u))| au} D'z(u) dz (10.51) 


In this expression the paths are chosen to satisfy two conditions: (1) that 
= given by Eq. (10.50) is fixed and (2) that the initial and final points 
are identical. This implies that the integral over all paths must also 
include an integration over all end points %,, and that is the meaning 
of the notation D’ in the differential. 

Using a Taylor series expansion for V(x) about the point Z, we find 


Bh 
i VEG) ae (10.52) 


Bh Bh 
BRV (Zz) +f (x(u) — 2)V'(Z) du+ ; i (a(u) — £)?V"(z) du+--- 


By virtue of Eq. (10.50) the second term on the right-hand side of this 
last equation is zero. Thus, by expanding about the mean position, we 
arrive at an expression for which the first nonzero correction term is of 
second order. Using this expansion and including no terms of higher 
order than the second, we have for the partition function 


Zw / o-BV (8) (10.53) 


x iE exp (-} ie EG + 5 (au) — av"(a)| au} D'x(u) dz 


The path integral in this expression differs from those of our previous 
experience in one particular way. The paths over which the integral is 
to be evaluated are constrained by Eq. (10.50), which can be rewritten 
for present purposes as 


a 

al (x(u) — Z) du =0 

The substitution y(u) = x(u) — Z as the path coordinate then gives the 
constraint in the form 


ee 
Bhi i y(u) du =0 
and the path integral itself is 


(am exp {- : ie Fir + 5uuyv"(0)| auf D'y(u) (10.54) 


é 


az 
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The integrand of this path integral is the same as that for a harmonic 
oscillator, with the frequency given by w* = V”’(0)/m. 

We now apply the constraint to this path integral in the following 
way. We multiply the whole path integral by the Dirac delta function 


Bh 
6 Gf y(u) i 


In order to manipulate the delta function within the path integral, we 
express it by its Fourier transform 


d(x) = iM exp{ikax} = 


and write Eq. (10.54) as 


fame a eee Ee iky dk 
[- aL | on - a ey + re (0)y? — =] tu} Dy(u) ne 
(10.55) 


In this form, the path integral contains the constraint of Eq. (10.50), 
and we can drop the prime on D’ and proceed directly with standard 
path integral techniques to obtain the desired solution. We note that the 
integrand of the path integral now has the same form as the path integral 
for a forced harmonic oscillator if we interpret both m and V”(0) to be 
imaginary. However, we are interested only in the case V’’(0) small, and 
the approximation of including only the first-order term V’’(0) can be 
made at any convenient stage. 


Problem 10-2 Use the methods of Chap. 3 and, in particular, 
Eq. (3.66) to solve this path integral. Remember that paths of interest 
in this problem have the same initial and final points and that completion 
of the path integral requires an integration over all values of this point. 
Finally, carry out the integration over k to get as a solution 


Bhuw /2 Bh? 
sinh(Ghw/2) 24m 


const = const f — V"(z) + | (10.56) 


The partition function which results from the solution obtained in 
Prob. 10-2 is written best in the form (valid to first order in V”) 


= (2S fox {-8 ve + or va)|} di (10.57) 


Here the unknown constant has been evaluated simply by comparison 
with the classical result of Eq. (10.48). We see from this result that 
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the partition function has the same form which we derived under clas- 
sical assumptions. The only difference is that a temperature-dependent 
corrective term has been added to the potential. This corrective term, 
(Gh? /24m)V"(z), is clearly quantum-mechanical in nature, as can be 
seen from the inclusion of Planck’s constant h. 


Problem 10-3 Show that for many particles (which we identify by 
subscripts so that the mass of the ith particle is m;) moving in three 
dimensions, the correction to the potential is 


242 
Be y—v2v (10.58) 


In practice, the results of this calculation are not very useful. In 
most problems, e.g., in a gas of colliding molecules, the potential rises 
very sharply so that there is a violent repulsion at small distances. In 
such a case the second derivative is very large. When this is not so, the 
formula may be of some use. It has one advantage in that it may be 
easily extended to another order of accuracy. 


Problem 10-4 Show that the correction to the partition function 
up to the order of h* contains the factor 


70*h* pen 


8 x 720me | “@)P - 24 x 48m? as 


The Effective Potential Method. We have seen above that 
quantum-mechanical effects might be represented by calculating the par- 
tition function exactly as in the classical formula of Eq. (10.48), but 
instead of using the correct potential V(x), we use a modified potential 
V(x) + (Bh? /24m)V""(x). This suggests that we try to go further and 
seek some possibly better effective potential U(x) which, when substi- 
tuted for the true V(z) in the classical equation (10.48), would represent 
an even better approximation to the correct quantum-mechanical parti- 
tion function. 

We start out with the exact expression 


Z= | e BV (2) (10.59) 
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The path integral within this expression is related to an average over 
paths z(u). To be specific, for any functional g of z(u), the weighed 
average of g over all paths starting and ending at the same point, and 
with average value Z, weighed by exp{—(m/2h) f[ 2? dz}, is 


[ox {-3 i re au} g|x(u)] D’x(u) 
[ox -# ie r ts} D'z(u) 


We call the denominator B(Z), so the path integral within Eq. (10.59) 
is B(z)(efl?™1)_, where 
i aa 
flx(u)] = —5 i ee Ke [ie (10.60) 
If we were to replace this average of an exponential with the expo- 
nential of an average, thus 


(ef) + el?) (10.61) 


we know we would make an error of the second order in f or, better, 
of the order of the difference between (f)” and (f?). We shall see at 
Eq. (11.6) that we can determine the sign of this error, i.e., the left- 
hand side is greater than the right. The exact and approximate partition 
functions are then 


Z= [OBE Ee!) gaz and Z’= [Pv @ Bel ae 


(glz(u)|) = 


To evaluate the path integral 


m Ph 
(f)s = Bm |) : au! (10.62) 


we first change variables to the paths y(u) = z(u) — & where 


It. pe 
y(0)=y(6R)=¥ = i: y(u) du =0 (10.63) 
so that 
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Second, we define the related path integral 


mer 
1g) = [ox {-# | y? au} [V(z + y(t)) — V(z)] D’y(u) (10.64) 


where t is some specific value of u between 0 and Gh. It is clear that 


Bh 
-. [ 1(2) al 


and that B(Z) is just [(Z) in the special case [V(z + y(t)) — V(Z)] = 1. 

At first glance it appears that I(Z) is a function of t, but the following 
argument shows that I(Z) is in fact independent of t. Suppose each path 
in the integral is not of finite length, but is really a Gh-length segment of 
a periodic path whose period is Gh, as shown in Fig. 10-1. Consider two 
of the family of all such paths, one y(u) and the other y(u+ t;) = yi(u), 
as shown in Fig. 10-2. The value which the first attains at u = 11, 
namely, y(t;), is reached by the second when its argument is 0, that is, 
y(t1) = y,(0). Furthermore, for any other point t; there exists in the 
family the analogous function y;(u) for which y(t;) = y;(0), and all such 
paths give the same contribution to 


i a y?(u) du 


Of course, all these statements apply to each path included in the path 
integral. Thus we see that we lose nothing by arbitrarily setting t = 0 
in the path integral over all paths y(u), which is the same as saying that 
the integral [(Z) is independent of t. 


Problem 10-5 Using the method outlined above Prob. 10-2, and 
Eq. (3.62), show that 


ia= ee - 7 en ¥7(6m/6R) (z+ Y) — Va) dY (10.65) 


6 Pe o> = age m/Bh2 = 7 
(Ne =P SS fe Bem BE VEY dV a BV (a) 


Suppose we call our approximation to the partition function Z’ and 
the corresponding Helmholtz free energy F’, so that Z’ = e~8” . We 
then have 


Z' = i; e PV (2) +f) B(z) dé (10.66) 
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Fig. 10-1 All paths which return at u = {hi to their initial value (at u = 0) can be 
considered as Gh-length segments of periodic paths where the period is Gh. 


Fig. 10-2 Suppose one of the “periodic” paths y(u), as shown in Fig. 10-1, has the 
value y(ti) at uw = ti. Then the collection of all “periodic” paths must contain this 
same path slipped left a distance t1, that is, y(w+t1), which will have this same value 
at u = 0. The result of a path integral average over all such paths must then be 
independent of the selection of the initial point on the wu axis. 


The factor B(Z) was evaluated in Eq. (10.46), and we have 


Vie (=o pee di (10.67) 
Tv 


where 


a) = <7 | eV Om/BRY (z+ y) dy (10.68) 
TBR® Joo 
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The term V(Z) has cancelled out. 

These results mean that we can calculate an approximate free energy 
F” in a classical manner (i.e., using an expression like Eq. (10.48)) and 
get a good approximate result if we use an effective potential U(Z), as 
defined by Eq. (10.68), in place of V(Z). Incidentally, we note that the 
effective potential is temperature-dependent. 

The effective potential is a mean value of V(x) averaged over points 
near Z in a gaussian fashion where the root-mean-square spread (or 
standard deviation) of the gaussian weighing function is (Bh? / 12m)/ i 
Furthermore, if we follow through the various inequalities which are 
involved in our approximation, we find that the approximate free energy 
F’ exceeds the true free energy F’. The details of this are discussed in 
the next chapter, at Eq. (11.9) and following. 


Problem 10-6 Show that the relation of Eq. (10.68) becomes the 
“corrected” potential of Eq. (10.57) (that is, the argument of the expo- 
nent in that equation) if V is expanded as a Taylor series. 


Problem 10-7 ‘Test the validity of the approximation as it applies 
to the harmonic oscillator, for which the exact value of the free energy 
is 


2kT 
Evaluate the approximate value for the free energy by means of the 
effective potential U. Show that 
_ mu? Bh? 


U(2)= 3 (2+) (10.70) 


and that 

1 hw 1 f her? 

"ETT 2 (=) 
Determine the free energy or, better, the ratio of the free energy to kT, 
for various values of the frequency. It is suggested that the values of 1.0, 
2.0, and 4.0 be used for the ratio hw/kT. Show that F’ is greater than 
F’, as expected, and that the errors grow as the temperature falls. Note 
that if we are even very far from the classical region (e.g., where the 
ratio hw/kT = 2.0, so that the system has an 85 per cent probability of 
being in the ground state) the approximate results are still surprisingly 
close to the true results. 

Compare these results with those obtained through the classical ap- 

proximation in which the free energy is given by kT In(hw/kT). Your 
results should show the values given in the accompanying table. 


Froxoct = kT In 2 sinh a (10.69) 


F approx = kT (0571) 
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OF sane / hu 0.9908 
2Fapprox/fiw | 0.08333 | 0.8598 | 1.0265 


0.00000 | 0.6931 


[ 2Fetassical/ hw 0.6931 | 


10-4 SYSTEMS OF SEVERAL VARIABLES 


If a system has several variables, the formulas describing them are ob- 
tained by direct extension of the methods we have already studied, ex- 
cept for some special problems which arise from consideration of sym- 
metry properties. 


Liquid Helium. As an example consider the problem of finding 
the partition function for liquid helium. Suppose we have N identical 
atoms, each of mass m, confined in some volume. Suppose further that 
atoms interact in pairs through a potential V(ri.2). This potential is a 
weak attraction at large distances and a very strong repulsion at short 
distances. Just to orient our thinking, we might imagine V(r) as the 
potential for hard spheres. That is 


V(r) = { 
The lagrangian for such a system has the form 


ee ee ee : 
Be = B [x,|? — 5 2V(rs) (10.73) 


0 r>a 


oo r<a a=2.7A (10.72) 


which means that the partition function is 


x; (0) 1 m BR 
Vi i exp 4 —— | — ; *;(u)|? du (10.74) 
x4(0) h| 2 » 0 Pai 


1 ae d H3n qe’ 
5 / V(|xi(u) — 3; (u)|) du x(u) d'x(0) 


Here the symbol D?%x(u) stands for D?x;(u) D?x2(u) ---D>xy(u) and 
similarly d?“x(0) means d*x;(0) d°x2(0)---d?xy (0). The path integral 
is performed over paths taken between initial points x;(0) and final 
points x;(Gh) such that x;(Gh) = x;(0). 

The form which we have written down in Eq. (10.74) is actually not 
correct. The symmetry properties which we mentioned above will affect 
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this result. This characteristic is one of the interesting features of the 
quantum mechanics of identical particles. In Sec. 1-3 we mentioned that 
if an event occurs in two indistinguishable ways, then the amplitudes 
for the two ways will add. In particular, when we are dealing with 
indistinguishable particles, one alternative way for accomplishing any 
event always exists; namely, the interchange of two particles. In such 
a case the amplitudes for the particles (1) as interchanged and (2) as 
not interchanged must be added. (This addition rule applies to Bose 
particles. For Fermi particles the contributions for amplitudes which 
arise from odd permutations of particles will subtract from each other.) 
Ordinary helium atoms are of isotopic mass 4 and contain 6 particles: 
2 protons, 2 neutrons, and 2 electrons. This means that helium atoms 
are Bose particles and the amplitudes for interchange of particles add. 
(For instance, we say that Bose particles follow symmetrical statistics, 
whereas Fermi particles follow antisymmetrical statistics. ) 

To see how this addition of amplitudes comes about, at least for 
helium atoms, we can follow this line of argument: In the final state 
the atoms cannot be distinguished from each other. Thus, although the 
appearance of the configuration of atoms may be the same finally as it 
was initially, the identity of some of the atoms may have been exchanged. 

For example, an atom which we shall designate as 1 starts at position 
z1(0). We have assumed that some atom at least will be in this same 
position at the close. Thus, for some atom z(Gh) is equal to 2;(0). 
However, it may not be atom 1 which ends up in this particular place. 
Instead, atom 1 may go to the initial position of atom 2, say r2(0), while 
at the same time atom 2 has moved into the initial position of atom 1. 
That is, it is possible that atoms 1 and 2 exchange places in the final 
configuration. 

To describe this situation in the most general terms, let Px; stand 
for some permutation among the atoms which are initially at x;. Thus, 
for example, in the situation in which atoms 1 and 2 were exchanged 
and all others remained where they were, we would have 


Px = %9 P22 = 71 P23 = 23 Pzn = IN (10.75) 
In general, the final state can be any permutation of the initial state: 
r;(GBh) = PEO) (10.76) 


Thus in order to construct the complete amplitude, we must sum am- 
plitudes over all the N! possible permutations, since each permutation 
represents an alternate possibility. The normalization is correct if we 
average over all the permutations. The resulting rules for symmetrical 
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statistics mean that Eq. (10.74) must be replaced by 


Px; (0) m BR 
Vie a ae) exp {-3 E | |x; (u)|? du (10.77) 


i (0) 


Bh 
+5D | V([xi(u) —3;(u)|) du} $ D°%x(u) d2%x(0) 


where ) means a sum over all permutations P. 


If he were dealing with Fermi particles, e.g., the isotope of helium 
which has three nucleons, we would have to include an extra factor of 
+1, positive for even permutations and negative for odd permutations. 
There would also be some extra features which depend upon the spin of 
the atom in our result. 

It is possible to give a more detailed derivation of Eq. (10.77) in the 
following manner. For helium-4 atonis the quantum-mechanical ampli- 
tude for two atoms which start at positions a and 0b to get to positions 
cand d is 


K(c, a; d, b) + K(d, a; c, b) (10.78) 


(Amplitudes for alternative final conditions add, since these conditions 
cannot be distinguished from each other.) In this expression K(c, a; d, b) 
is the complex amplitude for one particle to go from a to c and for one 
particle to go from 6 to d. 

Since the particles are indistinguishable, their symmetry properties 
imply that the amplitude to find the two particles finally at the points 
c and d must be a symmetric function of c and d. That is, the wave 
function w(c,d) must be a symmetric function of the variables x,., xq. 
That is 


(c,d) = ¥(d,c) (10.79) 


If the particles were Fermi, the wave function would have to be an an- 
tisymmetric function of these positions. 
If many particles are involved, the rule is simply extended, that is, 


$199 <2 NV SOO BOS NY 
=O A ace NY 
= etc. (10.80) 


The simplest statement of the general rule is that the wave function 
must be symmetric (antisymmetric for Fermi particles). Although other 
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solutions of Schrédinger’s wave equation exist, only symmetric and an- 
tisymmetric ones appear in nature. Hence in the sum defining the par- 
tition function in Eq. (10.2), we do not wish the sum over all energy 
eigenstates of the hamiltonian H which can be obtained from solution 
of Hodn = Engdn, but only over those for which the wave function ¢, is 
a symmetric function. For example, the density matrix p(x’,x) is de- 
fined by Eq. (10.28) with a disregard for the statistics of the N atoms 
involved. How can we reduce this sum to include only symmetric wave 
functions? 

To accomplish this reduction, we use the following trick. First we 
notice that for any function a symmetric function can be produced sim- 
ply by permuting all variables and adding together the resulting func- 
tions. Thus for any function f(z1,22) the combination f(r, 22) + 
f(x2,21) is a symmetric function. It follows that for any wave func- 
tion $(21,22,...,2N) the function 


¢' (ai) = 5 o(Pa) | (10.81) 
P 


is symmetrical. Now if ¢,(z;) is a solution to the Schrédinger equation, 
then ¢/,(z;) as defined by Eq. (10.81) is also a solution, since the hamil- 
tonian H is symmetric for an interchange of coordinates. Therefore, 
each interchanged form ¢,(Pz) is a solution, as is the sum. 

Some of the energy eigenvalues EF, have eigenfunctions ¢, which are 
symmetric, and some do not. Suppose &, is an energy eigenvalue for 
which the Schrédinger equation does not have a symmetric solution. 
Then the sum S— oe (Pa) must vanish, since if it existed it would be 


a symmetric goles for Ey. This result implies that the operation 
defined by Eq. (10.81) selects just those solutions to the wave equation 
which are symmetric. All other solutions vanish. If ¢,(z) is symmetric, 
then it is equal to ¢,(Pzx); and since there are N! ways of permuting 
the N atoms, we have 


_ J[Nl¢@n(xz) — if bp is symmetric 
» On(Pa) = { 0 if d, is of any other symmetry (10-82) 


These results give us an answer to our question. We can now select 
out of the sum defining the density matrix those particular elements 
which apply to symmetric states. Thus 
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all 


Sera) = Pd: (x)e~ PE 
P 


— 


= NID bn(a') on (ae O™ 
= Nl pei ya) (10.83) 


This is the reason why in Eq. (10.77) defining the partition function for 
symmetric statistics we permute all the particles and divide by N!. The 
resulting partition function corresponds to 


sym 


| eaym(eo, ro) APN x9 — Zsym — a e Fin (10.84) 


n 


We note some of the features of Eq. (10.77). At high temperatures, 
we should expect a classical solution for the partition function with 
no quantum-mechanical effects in evidence. Suppose we disregard the 
effects of the potential for the moment and consider the effect of the 
motion of an atom from its initial point to some other point a distance 
d away. In the path integral of Eq. (10.77), this is a motion from the 
initial point x;(0) to the permuted position Px,;(0), and the contribution 
of that particular permutation to the sum over all permutations is pro- 
portional to exp{—mkTd?/2h?}, thus decreasing with increasing tem- 
perature or increasing spacing between atoms. Hence, unless the atoms 
are extremely close together, no permutation in the sum is important 
— even the simplest interchange between two atoms — in comparison 
with the identity permutation which leaves all atoms in their original lo- 
cations. If we include the effects of the potential which increases steeply 
at a radius of 2.7 A from the center of an atom in liquid helium, then 
no configurations in which the atomic spacing is less than this value are 
important. 

Since only the identity permutation makes a significant contribution 
to the summations, all that remains for our consideration is the factor 
1/N!. In the early days of classical statistical mechanics it was realized 
that such a factor was necessary when dealing with identical particles, 
but its significance was not clearly understood. Its effect on the chemical 
constant is called the entropy of mixing when systems of several different 
kinds of atoms are studied. 

As the temperature falls, the exponential factor exp{—mkTd?/ 2h?} 
prejudicing against migrations to new final positions becomes smaller 
and smaller. This means that at extremely low temperatures new terms 
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become important in the summation over permutations. Of course, the 
quantum modifications must be included; and we saw they could be 
included as a first approximation by replacing the potential V with an 
effective potential U. As the temperature falls, the specific heat of liquid 
helium begins to rise slightly near about 2.3 or 2.4 K. 


Problem 10-8 The density of liquid helium is 0.17 g/cm*. Give an 
order-of-magnitude estimate of the temperature at which permutation 
terms should begin to play an important role in the description of liquid 
helium. 


At first sight, one would not expect very elaborate exchanges of 
atoms to ever be important. An exponential factor involving the spacing 
must be included each time an atom moves to its neighboring location. 
If we call this factor y, then for r atoms to move to neighboring spots 
the factor y” must be included, and since y is certainly less than 1 at 
any temperature, y” could become quite small for large r. We certainly 
would think that as r approaches any reasonable fraction of the approx- 
imately 102? atoms in a cubic centimeter of liquid helium, contributions 
from factors like y” must be infinitesimal. However, this first sight does 
not take into account the fact that with r atoms permuting, there is 
an enormous number of possible permutations, namely r!  e™@™r-)), 
Thus the small weight of one particular permutation is offset by the 
large number involved. 

Another question which arises in the description of liquid helium con- 
cerns the type of permutations which are involved. Any permutation can 
be described by cycles; thus 1—4, 4-7, 7-6, 6-1 is a cycle. Are the im- 
portant cycles long or short? A careful estimate shows that at moderate 
temperatures, only simple exchanges of two atoms are important. Then 
as the temperature falls, cycles of three atoms become important, then 
four, and so on. But then suddenly, at a certain critical temperature, 
cycles of much greater length L offset by their great number the small 
value of y”. At this temperature cycles of importance become very 
long, involving nearly all of the atoms inside a container. At this point 
the curve of specific heat vs. temperature shows a discontinuity. Below 
this temperature the behavior of the liquid is very strange. It flows 
through very thin tubes without resistance for low velocities. It simu- 
lates infinite heat conductivity in bulk, etc. These odd characteristics 
are manifestations of quantum mechanics, particularly the constructive 
interference between amplitudes for replacing one atom with another. 
Quantitatively, the details of the behavior of the specific heat just at 
the transition temperature are not on a very firm foundation. But the 
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qualitative reason for the transition is clear.? 

The expression analogous to Eq. (10.77) for Fermi particles, such as 
3He, is also easily written down. However, in the case of liquid *He, 
the effect of the potential is very hard to evaluate quantitatively in an 
accurate manner. The reason for this is that the contribution of a cycle 
to the sum over permutations is either positive or negative depending 
on whether the cycle has an odd or even number of atoms in its length 
L. At low temperature, the contributions of cycles such as L = 51 and 
LD = 52 are very nearly equal but opposite in sign, and therefore they very 
nearly cancel. It is necessary to compute the difference between such 
terms, and this requires very careful calculation of each term separately. 
It is very difficult to sum an alternating series of large terms which are 
decreasing slowly in magnitude when a precise analytic formula for each 
term is not available. 

Progress could be made in this problem if it were possible to arrange 
the mathematics describing a Fermi system in a way that corresponds 
to a sum of positive terms. Some such schemes have been tried, but the 
resulting terms appear to be much too hard to evaluate even qualita- 
tively. 

For molecules which are separated by distances in the neighborhood 
of 1 A we have seen that the effects of exchange (the nonidentical per- 
mutations) are important only when the temperature is down to a few 
degrees absolute. In contrast to this, consider the behavior of electrons 
in a solid metal. The mass of the electron is so much smaller than 
that of a molecule that the critical temperature is much higher. At 
room temperature, electrons in a metal are described accurately only 
by equations which include the exchange effects of these cyclic permu- 
tations. From this point of view, room temperature is very cold for 
electrons. The exchange effects are of dominant importance, or, to put 
it another way, the electron gas is degenerate. Of course, the electrons 
interact by Coulomb’s law, which is quite strong. But since the effects 
of the Coulomb attraction are of long range, they tend to average out. 
To a fair approximation, the electrons act as if they are independent, 
although, of course, each moves in the same periodically varying poten- 
tial produced by the arrangement of the nuclei and the average of the 
positions of neighboring electrons. From the study of the ideal Fermi 
gas neglecting interactions, we can learn a lot about the behavior of 
electrons in metals. 

However, it is apparent that we cannot learn quite enough, for the su- 


1A more detailed discussion of the partition function of liquid helium from this 
point of view may be found in R.P. Feynman, Atomic Theory of the Transition in 
Helium, Phys. Rev., vol. 91, pp. 1291-1301, 1953. 
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perconductivity of metals occurring below a few degrees absolute would 
remain a mystery. This phenomenon, in some metals at least, involves 
an interaction in which the slow vibratory motion of the atoms is in- 
volved. We conclude this because the transition temperatures for two 
different isotopes of the same metal depend on the atomic mass. This 
value of the isotopic mass would not be important if the transition were 
simply a matter of mutual interaction between electrons, or interaction 
of the electrons with an idealized array of fixed atoms. The idealization 
that the atoms are fixed must be incorrect. But how does the motion of 
the atoms produce a sudden jump in specific heat in some metals and 
permit electrical conductivity without resistance below this tempera- 
ture? This question was first answered in a convincing way by Bardeen, 
Cooper, and Schrieffer.1 The path integral approach played no part in 
their analysis, and in fact it has never proved useful for degenerate Fermi 
systems. 


The Planck Blackbody Radiation Law. The partition function 
for any system of interacting oscillators is easily worked out. Such a 
system is equivalent to a set of independent oscillators of frequencies w;. 
However, the value of the free energy F’ for independent systems is the 
sum of the values of F’ for each of the separate systems, which we find 
directly from the sum of Eq. (10.2) to be 


; hw 
kT ln (2 sinh aa) 


This gives the free energy of a linear system as 


7 hw; 
r= S needs 
kT In (2sinh a) 
= kT > In(1 — eRe /*P) + > sha (10.85) 


The last term in this expression is a ground-state energy of the system. 

For an electromagnetic field in a box of volume V, the modes are 
specified by the vector wave number K, two for each K. The zero-point 
energy is omitted. Thus the free energy of the electromagnetic field per 
unit volume is 


P dK 
pee sb 21n(1 — —hKe/kT 
V k / n(l—e ) (an3 (10.86) 


1J, Bardeen, L.N. Cooper, and J.R. Schrieffer, Theory of Superconductivity, Phys. 
Rev., vol. 106, pp. 162-164, 1957 and vol. 108, pp. 1175-1204, 1957. 
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The internal energy U is the partial derivative of GF’ with respect to @ 
which becomes (putting w = Kc) 


U hw d°K 
v~ | ehu/kT — 1 (Om)5 ee 
The volume element in K space can be written as 
age 
@K = 4nK? dK = an du (10.88) 


This means that the energy density in the electromagnetic field in the 
range of frequencies from w to w + dw is 


2-47 fiw? 
(2Qrc)3 ehw/kT — 1 


This is the famous blackbody-radiation law discovered by Planck. It was 
the first real quantitative quantum-mechanical result discovered and was 
the first step in the discovery of the new laws. 

Another early quantum-mechanical triumph was the explanation of 
the temperature dependence of the specific heat of solids by Einstein 
and by Debye. This also comes from Eq. (10.85), but the oscillators 
are now the normal modes of the crystal, as described in Chap. 8. For 
example, the thermal energy per unit volume of such a crystal is, like 
Eq. (10.87) (leaving out the zero-point energy), just 


aK 
- > laws (10.90) 


3p modes 


dus (10.89) 


where w(K) is the frequency of a phonon of wave vector K. In a crystal, 
this is a multiple-valued function (there are 3p values for each K if there 
are p atoms in a unit cell), and we must sum over each of the possible 
values of w for each K. The K integral extends only over the finite range 
proper for the crystal. For light there are two modes for each K, each of 
frequency w = Kc, so the sum gives a factor 2 and Eq. (10.87) results, 
the integral on K now going to infinity. 

The result of Eq. (10.90), studied in various approximations by Ein- 
stein and Debye, gave a good accounting of the main features of the 
specific-heat curve, particularly the behavior at low temperatures, which 
had been in direct contradiction to the classical expectations. Today, 
putting a more complete knowledge of the phonon spectrum w(K) into 
Eq. (10.90) yields a completely satisfactory description of that part of 
the specific heat of solids due to internal vibration of the atoms. 


10-5 
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REMARKS ON METHODS OF DERIVATION 


The presentation of statistical mechanics given in the early part of this 
chapter leaves much to be desired. The fundamental law which shows 
that the probability for finding a system in an energy state with energy 
E is proportional to e~£/*T is usually derived by considering the inter- 
action of complex systems over long periods of time. But an entertaining 
problem presents itself. 

We started our discussion of physics in this book by expressing the 
laws of quantum mechanics in terms of path integrals (Chap. 2). Just 
as a question of curiosity, let us take the point of view that this is 
the fundamental law. Then ultimately these statistical properties of a 
system whose quantum-mechanical properties are defined by such a path 
integral are found to be expressible in terms of the partition function 
Z. This function can be defined by a path integral of an obviously 
very similar and closely related form, as shown by Eq. (10.77). Yet the 
derivation of this result requires noting the wave equation, the existence 
of stationary states and eigenvalues, and the argument about interaction 
over long periods of time to which we referred, all of which leads to 
the expression (10.2) for the partition function in terms of the energy 
levels E,,. Finally, we proceed to the reverse argument producing the 
path integral formulation for Z. Is there any way to derive the path 
integral expression for Z for a system in equilibrium directly from the 
path integral description for the time-dependent motion? Can we find 
a short cut which avoids the mention of energy levels altogether? If it 
is possible, we do not yet know how to do it. 

One might ask: Why try it at all? It is like showing that you can 
swim with your hands tied behind your back. After all, you know there 
are energy levels. The only excuse for trying to avoid their mention 
would be that in so doing a deeper understanding of physical processes 
might result or possibly more powerful methods of statistical mechanics 
might be evolved. At any rate, it would be interesting to solve the 
problem. 

It was the promptings of a similar quest, to get the well-known varia- 
tional principle for the lowest energy level directly from the path integral 
formulation (instead of indirectly via the Schrédinger equation), which 
resulted in the methods described in Chap. 11. Thus the results of 
this apparently academic problem were of some use as well as of some 
interest. 


10-5 Remarks on methods of derivation 297 


Nevertheless, if we prefer, we can suppose our desire for one partic- 
ular course in achieving a solution is prompted simply by an academic 
interest in the methods of classical physics. Suppose that we have a 
system obeying the principle of least action, with the action defined by 


c= 5 | a dt — = | sitet + a) dt (10.91) 
so that the equation of motion is 
Hine —Fl0lt cone ee (10.92) 


Here we have created the curious situation in which a particle is driven 
by a force depending on the average value of coordinates that were and 
that will be. There are exponentially exploding solutions of Eq. (10.92), 
but let us say that only motions for which x remains finite both in the 
distant past and in the distant future will be allowed. (Incidentally, it 
is likely that solutions which we wish to ignore are excluded anyway if 
the action law is stated as 6S = 0 for all variations of path 6x subject 
to the restraint dz — 0 for t + +00.) 

For such a system it is possible to define an expression for energy 
which is conserved; for the equations of motion of the system do not 
depend on time. (No simple hamiltonian gives the equations of motion.) 
Presumably, such a system could possess properties which allow it, for 
example, to be perturbed by molecules of a gas and thus achieve thermal 
equilibrium. We might ask: What are the averages of various quantities 
describing a system obeying the equations of motion of Eq. (10.92) and 
appropriate boundary conditions at infinity when it is in equilibrium at 
the temperature IT’? Perhaps such a problem is not definable, or perhaps 
it is easily solved only in this special case because the equations of motion 
are linear. But the aim of these remarks is to ask whether the existence 
of a hamiltonian and momentum variables is indeed necessary to the 
formulation of classical statistical mechanics — or whether a wider class 
of mechanical systems can be analyzed, a system in which the equation 
of motion comes most simply from the principle of least action, even 
though that action involves more than the instantaneous positions and 
velocities of the particles in the system. 

This question is the classical analogue of our more interesting ques- 
tion, namely, how do we proceed directly from the path integral formu- 
lation of quantum-mechanical laws of a mechanical system to the path 
integral formulation of statistical mechanical laws for the same system 
in equilibrium? 
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Problem 10-9 Show that the expression 
m k Ln t+a 
H(t) = Pat) + Fo(t)alt +a) - 5 i x(t! —a)a(t!) dt’ (10.93) 
t 
defines a conserved energy for the equation of motion (10.92). 


In general, for any action functional, like S, that does not involve the 
time explicitly (i.e., is invariant for the transformation t — t + const) 
there is an expression £(T) for the energy at time T which is conserved. 
It can be found by asking for the first-order change in the action S when 
all paths are changed from z(t) to z(t + n(t)), where n(t) = +e€/2 for 
t < T and n(t) = —e/2 for t > T, with constant ¢«. 6S is then e£(T) for 
infinitesimal e. 


Problem 10-10 Discuss the problem of the path integral formula- 
tion of statistical mechanics for a particle in a time-constant magnetic 
field. 
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The Variational Method 


IN this chapter we discuss a method based on a variational principle 
for the approximate evaluation of certain path integrals. First, we shall 
illustrate the method by some examples. Later, we consider those prob- 
lems for which the method may be useful. 


A MINIMUM PRINCIPLE 


Suppose we wish to evaluate the free energy F' of asystem. This problem 
can be expressed in terms of path integrals by starting with the partition 
function for the system defined in Eq. (10.4) as 


Za=e FF (11.1) 


In Eq. (10.30) the partition function was expressed as an integral of 
the ee matrix p(z,xz). Then, in Sec. 10-2, a kernel expression for 
p(x, x) was developed. It allows us to write 


z= [ . e5/® Da(u) dre (11.2) 


so long as we use the “time” variable wu in the way described below 
Eq. (10.43). (Also, S here is the negative of the functional S used in 
Chap. 10.) 

In Sec. 10-3 we developed a perturbation technique for the evaluation 
of the path integral defining the partition function for certain special 
cases. We shall now describe another technique, applicable in those 
cases where S is real. For ordinary cases without a magnetic field (and 
no spin) S is real. 

Throughout the remainder of this chapter, we choose units in which 
the value of hf is 1. Whenever it is necessary to include h symbolically in 
order to visualize the quantum-mechanical character of a result, it can 
be so included by a straightforward dimensional inspection. 

Let us suppose that some other S$’ can be found which satisfies 
two DHGe First, S” is simple enough that expressions such as 
fe Da(u) or [Ge Dz(u), for simple functionals G, can be evalu- 
ated. oe the important paths in the integral f e® Dz(u) and those 
in the integral [ eS Dza(u) are similar, that is, S’ and S are similar when 
they are both large. Now suppose F” is the free energy associated with 
S’. That is, 


eer = ‘| i “eS! Da(u) drq (11.3) 
—-Cv La 


so that 


e® Z\U) ALg _ _ pF! 
eee =e O(F-F’) (11.4) 
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Then since e§ = e5-5'eS’, we can write Eq. (11.4) as 


ffe Dr(u)dtq 


This says simply that e~9(?-F ) is the average value of e° ~S" where this 
average is taken over all paths with the same initial and final point and 
the weight of each path is e®. All possible values of x, are included in 
the averaging process. 

One way to proceed now would be to suppose that S—S’ is small and 
that F' — F’ is small and then expand both sides up to the first power 
in their respective exponents. This method appears dubious because 
G(F — F’) is not small if 6 is large. However, comparison of higher- 
power terms shows that this is nevertheless a legitimate approximation 
to F — F’. 

The argument can be made much more rigorous and powerful in 
the following way. The average value of e” when z is a random variable 
always exceeds or equals the exponential of the average value of x, as long 
as x is real and the weights used in the averaging process are positive. 
That is, 


(e7) > ef (11.6) 


(11.5) 


where (x) means the weighted average of x. This follows because he 
curve of e” is concave upward, as shown in Fig. 11-1, so that if a num- 
ber of masses (weights) lie along this curve, the center of gravity of 
these masses — the point with coordinates ((zx), (e”)) — lies above the 
curve. The vertical height of this center of gravity is the average vertical 


(X) xv 


Fig. 11-1 We assume the weighing factors a; are positive and look on them as different masses 
positioned along a string. Then the exponential of the weighted average of z, that is, e(@) 
must lie below the weighted average of the exponentials (e*) because of the concave nature of 
the curve e*. The value of e{*) must lie on the curve, but (e”), the center of gravity of the 
several points, must lie under the dot-dashed line and above the curve. 
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position (e”) of the points. It exceeds e*) the ordinate of the curve 
e” at the abscissa position of the center of gravity, which is the average 
value (2). 

On the left-hand side of Eq. (11.5) we take the average value of eS~* 
over paths with the positive weight es where S’ and S are real. Hence, 
by Eq. (11.6), this exceeds the quantity e(5—-S") where (S — S’) is the 
average of S — S’ with this same weighting scheme, namely, with the 
weight e° '. That is, 

_ Sff(S— 8e% Da(u) dra 


SORT Dele de 0.7 


We have then 
ere) Ss eens. (11.8) 


This result implies that 


1 
F< Ff’ - he — S") (11.9) 
Our final result is then 
Pep 5 (11.10) 
where 


SINS = Se" Da(u) dtq 
8B {fer Datu) daz 


It is very fortunate that we have a minimum principle here. It says 
that, if we calculate F’ — 6 for various “actions” S’, that calculation 
which gives the smallest result is nearest to the true free energy F.t 
The energy F is actually obtained, of course, if S’ = S$; but we can 
guess that if S and S’ differ in some sense to a first order of smallness, 
then the deviation of F’ — 6 from F' must be of second order. 

If only a reasonable general form of S’ can be guessed but certain 
parameters still remain uncertain, the calculation of F’ — 6 can be made 
leaving these parameters undetermined. Then the nearest approxima- 
tion to F will be the lowest F’ — 6 available. That is, the “best” values 
of the parameters are those which minimize F’ — 6, “best” in the sense 
that the resultant F’ — 6 differs least from the true F’. 


6 (ta) 


It is worth emphasizing again that neither S nor S’ is an action functional in 
the proper physical meaning of the term, since both are defined with the variable u 
used as the “time” variable. However, operations with path integrals are the same 
for these functionals as for proper physical actions used previously. 
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This same minimum principle can be used to find an approximate 
value for the lowest energy state of the system, Eo. Recall that 


i i ee ai (11,12) 
n=0 


As the temperature of the system becomes lower and lower, that is, as 
grows larger and larger, terms involving higher values of energy become 
less and less important in this series. Eventually the series for Z is 
dominated by the term of smallest energy, e~°”°. That is, 

lim Z = e Po (11.13) 
B- oo 

Now following the line of argument developed in the preceding para- 
graphs, we can simply replace F' with Eo. We define E6 as the result of 
the path integral involving the new action S’ and finally derive 


Ey < E,-6 (11.14) 


as an approximation in the limit of large (. 

In approximating Eo by this technique, our task is somewhat simpler 
than it was for the free energy F’. Specifically, we can disregard the 
specification that the initial and final points of the paths be the same. 
To understand this, we refer back to Eq. (10.28) and note that as 6 
becomes large the density matrix p(x’, z) is also dominated by the zero- 
order term and approaches ¢9(zx’)¢s(x)e~°”°. Thus the dependence on 
x’ and z enters into a multiplying factor but does not affect the nature of 
the exponential behavior of the function. It is this exponential behavior 
which is fundamental in the evaluation of Eo by this technique. 


AN APPLICATION OF THE VARIATIONAL METHOD 


As an example of the evaluation of a partition function using this varia- 
tional principle, consider the example of a single particle constrained to 
move in one dimension. Using the approach developed in Chap. 10, we 
write the action for such a particle as 


SS [ [2?(u) + V(x(u))| du (11.15) 


So the partition function is 


Zs [Lf exp {- f° s8?(u) 4 V(2(u))| au} Dz(u) dxa 


(11.16) 
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This path integral is over paths which return to the initial start- 
ing points; and after the path integral has been evaluated, a further 
integration over all possible starting points is carried out. 

In Sec. 10-2 we considered this same problem and pointed out how the 
classical approximation may be derived by inspection. In the classical 
limit of high temperatures, or high values of kT’ compared with h, the 
value of Gh is so small that paths which get very far away from x, do not 
contribute. Thus, the potential can be replaced by the constant value 
V (2a), and the path integral contributes only a constant, giving 


= [fm [fe _ 
Lipeeieal =e BF etassical = aa fs BV (a) dz Galaire) 


as shown in Eq. (10.48). 

In Sec. 10-3, one quantum-mechanical improvement was made on the 
classical result by expanding the potential about the average position of 
the path and using terms up through the second order in this expansion. 
Then a still greater improvement was achieved by using an effective 
potential U, developed through a particular averaging process. From the 
point of view of this chapter, we see that that approach was a special 
application of the variational method. To clarify this point, we shall 
review the key steps using the notation and concepts of this chapter. 

Thus we wish to derive a suitable trial function W(Z), a substitute 
for the potential, where Z is the average position of a path defined by 


B 
f= af z(u) du (11.18) 


Along any particular path, this W(Z) is a constant, so that the new form 
of the action along that path becomes 
m B 
S'{x(u)] = mis &?(u) du — BW(z) (11.19) 
0 

With this more general form, it is possible to calculate both F’ and 
(S — S"). 

Proceeding along this course, we use Eq. (11.11). Substituting into 
this expression, we have 


- / / ; i ° V(elw yds —W¢a) eS")! Da(u) dg 
FRU Ie ae |e 


ao e® ()] Dz(u) dag 


(11.20) 
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where 

S'[e(u)] m f° 9 z 

e = exp -F/ £*(u) du > exp {—BW (z)} 
0 


It is to be remembered that the paths to be used in the path integrals of 
Eq. (11.20) are those which have the same initial and final points, and, 
as in Eq. (11.16), a further integration over all end points z, is to be 
carried out. 

Note that the numerator of 6 is quite similar to the term J(Z) intro- 
duced in Eq. (10.64), if we restrict ourselves to paths that have a specific 
average value Z and count on integrating over all possible values of Z at 
a later stage of the calculation. By the same arguments as were used 
in the discussion of I(), we see that the numerator of 6 is independent 
of u’. We can evaluate the path integrals in both numerator and de- 
nominator by the methods used in Chap. 10 and take the answer from 
Eq. (10.65), remembering that 


Y=2,-2 (11:91) 


Since the denominator is simply a special form of the expression appear- 
ing in the numerator, the result is 


i, / e7 (tat) dz dx, 
where 


67 (Fast) — exp {ee = ay} exp {—BW(z)} 


(11.22) 


The integral over x, in the denominator in Eq. (11.22) can be eas- 
ily evaluated to give (1G/6m)!/?. Furthermore, the integral over the 
term in the numerator containing the factor W(Z) results in this same 
multiplying constant. It will be more convenient for our future work if 
we carry out that particular integration in the numerator and further 
simplify the resulting expression by defining the function V(Z) as 


Vey= oan Via ex {See = 2) ae (11.23) 


The form of V(Z) reveals the quantum-mechanical effect we have 
introduced. This function is a weighted average of V(x,) with a gaussian 
weighting function just like the function U(z,) defined in Eq. (10.68), 
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and the gaussian spread is again (Gh?/12m)/?. For a helium atom at 
a temperature of 2 K, this spread amounts to about 0.7 A. At room 
temperature, however, it is only about 2 per cent of the 2.7-A diameter 
of the atom. The value of 6 can now be written as 


i |W (2) -V@)| e BW) dz 


/ e BW (=) gz 


The next step is to evaluate W(Z) by the requirement that we obtain 
the minimum value for F’ — 6, as shown in Eq. (11.10). F’ is given by 


CO fla 
e FF =| / e> Da(u) dag (11.25) 


CO La B 
= / exp {-3 £? au pwea| Dz(u) dra 
—oo’ La 0 
co co 7 m B 
-| / evar} exp -F | z* du} D'x(u) dzdzg 
—ocoJd —oo & fixed 2 0 


The path integral is a simple one (see Eq. 11.17) whose value we know 


to be \/m/2nG, so that we obtain 
(ee) 
eR ff Q-AW(e) gz (11.26) 
V 2B Joo 
The next step, finding the optimum choice for W(Z), requires us to 
determine the effect of a small variation in the function W(Z) on the 
value of F’ — 6 and set this effect equal to 0. Thus, imagining W to be 
replaced by 


5= (11.24) 


W > W(z) + 7(2) (11.27) 
we find from Eq. (11.26) that the variation in F” is 
,_ fn(z)e"™ dz 


and from Eq. (11.24) that the variation in 6 is 


—_f {n@ - on@ [W@ -V@] } ee" aa 


(11.29) 


[wo -V@| e-PWw) az | n(ajeO¥ di 
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Finding a stationary value for the right-hand side of Eq. (11.10) requires 
simply that 


OF’ — 06 =0 (11.30) 
which will be true if we take 
Wa=Viz) (TL31) 


This, in turn, implies that 6 is zero and that the upper bound on F has 
the same form as the classical free energy of Eq. (11.17). However, the 


potential, in this upper bound, has been replaced by V(Z). That is, 


_AF mf” .-6V® ge 
e >,/— e chy (11,32) 
2G Lae 


where V(Z), the effective classical potential, is given by Eq. (11.23). 
For large values of @, the free energy is essentially the same as the 
lowest energy level Eo; thus we can interpret Eq. (11.32) as providing 
an approximation to Eo. This means that the variational approach has 
produced the same result as that obtained in Chap. 10 and shown in 
Eqs. (10.67) and (10.68). 


THE STANDARD VARIATIONAL PRINCIPLE 


There is in quantum mechanics a standard variational principle, called 
the Rayleigh-Ritz method, which is this: If H is the hamiltonian of the 
system, whose lowest energy level is Eo, then with f representing any 
arbitrary function in configuration space I’, 


{ f* Hf av 
LPP 
This has wide application and is very easily demonstrated. If the func- 


tion f is expanded as a series in the eigenfunctions ¢, belonging to the 
hamiltonian, ie., if f = >>, @ng@n, it is evident that 


[PHFdl — X lan|?En 
ffefav Ye, lan |? 


This latter expression is an average of the energy values (with posi- 
tive weights |a,|*) which therefore exceeds (or equals) the least value 
Eo. The principle expressed in Eq. (11.33) has characteristics similar 
to the principle of Eq. (11.14). In fact, Eq. (11.33) is a special case of 
Eq. (11.14). (To be more precise, we should restrict this conclusion to 


Ey < (11.33) 


(11.34) 
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those cases for which the hamiltonian H is derived from a lagrangian 
which does not contain any magnetic field. Under this restriction, then, 
the conclusion holds.) To see the relation between these two equations, 
we shall consider the following example: 

Suppose the action S is connected with a lagrangian such as 


L= =e _V(z) (11.35) 


where V(x) is independent of t. (Otherwise, of course, there are no fixed 
energy levels to seek!) We shall limit ourselves to the case of a single 
variable x, but the general case follows directly. We note here that if 
the lagrangian contains the term «A — for example, if the lagrangian 
represents a particle in a magnetic field — then Eq. (11.33) is still cor- 
rect. However, the action S is complex. In this case we suspect that 
Eq. (11.14) (or some simple modification of this equation) is still valid. 
However, this has not been proved. So, for the present we shall limit 
our discussion to a case in which no magnetic field is present. Then in 
the limit for large values of @ we have 


08x fest | 20y au~ [*viewnau} De(u) (11.36) 


Now suppose we use for our trial action S’ the form 
B B 
S’=-— / #7(u)du— [ V'(x(u)) du (11.37) 
0 0 
which involves some other potential V’(z). This means that 


B 
a / ie aacoe (11.38) 


fe 
5 | 5 [ [V'(x(u)) — V(a(u))] due* Da(u) 


: e* Da(u) 


If we were to define the mean value of any function which depends on 
the path x(w) in such a manner as this, we would find that the value is 
nearly independent of u so long as u was not too close to either 0 or . 
Therefore, to a sufficient approximation, we can write 


JV! (2(@)) — V(e(t))Je* Dau) 
fe Da(u) 


(11.39) 


6= = (V"(a(u)) — V(2))) 
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where tw is a “representative” value of u between 0 and @. Following 
the methods developed earlier, we can evaluate this path integral if 
we assume that the energy values E;, and the energy functions ¢/, (zx) 
belonging to the S’ are known. If our path goes from z, to 2p, for 
example, we obtain® 


Se OO Bm $20) fmne uel, ng’ n(@a) 


2(@))) = : 11.41 
oe Se PRG (a0) 6's (a) ea 
where 
fan = | $%(2) (0) 6! g(2) de (11.42) 


But, if G@ approaches infinity and w is likewise large (for example, 
= (3/2), all the higher exponentials are negligible compared to the 
exponential involving the lowest energy term £9. Thus in the limit 


lim (f) = foo (11.43) 


B00 


This result can be written as 
b= f '5( r)¢' 9(x x)de— [ $'5( @' 9 (x) dx (11.44) 


Of course, to use Eq. (11.14) we must subtract this value from £6. 
If H’ is the hamiltonian associated with S’, that is, if 


2 


H=-2 sy! 11.45 
P+V"(2) (11.45) 

then 

H'$'o(x) = Eo¢’o() (11.46) 

so that 


Fi-6= / b'oH'd'9 dz + / b'oV ¢'> dx — i: b'oV'¢'> dz (11.47) 
But the true Hamiltonian can be written as 


2 2 
Pos VS ey ear ey (11.48) 
2m 2m 


and this means that 


Ey < i $!3(2)H¢'g(x) de (11.49) 


11-4 
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where ¢'9(x) is normalized and is the wave function corresponding to 
the lowest energy state of the hamiltonian H’. The estimate of the 
lowest energy level given in Eq. (11.49) involves the arbitrary potential 
V'(x) only through the wave function ¢/9(x). Since this potential was 
arbitrary, so is the wave function ¢’)(z). Therefore, instead of choosing 
an arbitrary potential and finding from it the resulting wave function 
and then proceeding to evaluate Eq. (11.49), we could instead pick the 
wave function itself and then evaluate Eq. (11.49) without ever bothering 
about the potential to which this arbitrary wave function belongs. The 
variable function in this process is then the wave function $’)(z) rather 
than the potential function V’(xz). We find, then, that this result is 
simply another way of stating the Rayleigh-Ritz method Eq. (11.33) 

If the problems such as the one given in this example were the only 
ones in which the concept expressed in Eq. (11.14) were useful, then 
there would not be much point to this long discussion. But there are 
much more complicated integrals for which Eq. (11.14) can be used in 
a way that, at least as far as we can tell, is not so easily transformable 
into Eq. (11.33). We shall describe such an example in the next section. 


SLOW ELECTRONS IN A POLAR CRYSTAL! 


We imagine an electron moving in a polar crystal, such as sodium chlo- 
ride. The electron interacts with ions, which are not rigidly fixed. Thus, 
the electron creates in its neighborhood a distortion of the crystal lattice, 
and if the electron moves about, the region of distortion moves with it. 
This electron, together with its distorted environment, has been called 
a polaron. 

One consequence of the lattice distortion is that the energy of the 
electron is lowered. Furthermore, since as the electron moves the ions 
must move to adjust the distortions, the effective inertia of the electron 
(or, to use the currently accepted term, the mass of the polaron) is 
higher than simply the mass the electron would obtain if the lattice were 
composed of rigidly fixed points. The precise motion of such a polaron 
analyzed quantum-mechanically is exceedingly complicated. We shall, 
however, make a number of approximations whose justification in the 
real case may be quite difficult. Nevertheless, we shall arrive at an 
idealized problem which has been studied by a number of physicists.” 


1R.P. Feynman, Slow Electrons in a Polar Crystal, Phys. Rev., vol. 97, pp. 660- 
665, 1955. 

2For example, H. Frohlich, Electrons in Lattice Fields, Advanc. Phys., vol. 3, 
pp. 325-361, 1954. References to other works are given in this article. 
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It has been studied not only because of its possible connection with the 
real behavior of an electron and a crystal, but also because it represents 
one of the simplest examples of the interaction of a particle and a field. 
The path integral variational method has been very successful in the 
solution of this idealized problem. 

First, we note that even if the ions were rigidly fixed in the crystal, 
the electron would still move in a very complicated potential. In such a 
case, one can show that there are solutions of the Schroédinger equation 
for the electron with characteristic wave numbers k. The energy levels 
of these solutions are generally very complicated functions of the wave 
number. Nevertheless, we assume that the relation between the energy 
FE and the wave number k is still a quadratic form, such as 

21.2 
pa (11.50) 

2m 
where m is a constant (not necessarily the mass of an electron in a 
vacuum). Next, we note that the force which the electron exerts on 
the lattice is such as to push away the negative ions and attract the 
positive ions. The motion of these ions will be analyzed by considering 
them as a set of harmonic oscillators and employing the methods of 
Chap. 8. However, we shall assume that the only harmonic modes which 
we need are those with high frequency, in which ions of opposite sign 
of charge move in opposite directions. The frequency wy, of each mode 
then depends on the wave number k of the mode. However, we shall 
neglect this dependence and assume that w is a constant. 

Our object is to find the electrical force generated by a distortion 
characterized by the wave number k and find the interaction of the 
electron in this force. Here, we neglect the atomic structure and treat 
the material of our crystal as simply a continuous dielectric which carries 
waves of polarization. If P is the polarization, written in the form of a 
longitudinal wave 


P= axe (11.51) 
then the charge density from the ions is 

p(r) = —V- P = -ika,e™** (11.52) 
If the potential is ¢(r), we have 

Vo = —4np(r) (11.53) 


Thus if qx is the amplitude of the kth longitudinal running wave, the 
polarization amplitude a, is proportional to q,, and the energy of inter- 
action between the wave of polarization and the electron at x is propor- 
tional to the sum over all values of k of the terms (qx/k)e*™*. 
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Since the energy and the momentum of the electron are related 
through EF = p?/2m, we can write the lagrangian of the entire system 
as 


1/2 
2 aes 2 2 2 2\/2ra | oe ee 
L= 5 a 3 SK = Ge) = ( V » 7 iKe (11.54) 


The first term of this expression is the energy of the electron in a 
rigid lattice, where x is its position. The second term is the lagrangian 
of the oscillations of polarizations taken alone, where it is assumed that 
all waves of polarization have the same frequency and the coordinate of 
the kth mode is qx. The last term is the lagrangian of the interaction 
between the electron and the lattice vibrations, where V represents the 
volume of the crystal and a is a constant. To simplify writing of all 
our subsequent formulas, we have written this in dimensionless form. 
That is, the scales of energy, length, and time are so chosen that not 
only h but also the common frequency w of the oscillators and the mass 
m of the electron are all unity. The coupling constant a is then the 
dimensionless ratio 


i 
pe en ee (11.55) 
ae eee 


where € and €, are the static and high-frequency dielectric constants, 
respectively. In a typical case, such as the crystal of NaCl, the value of 
a is about 5. The values of the energy which we shall calculate are in 
units of hw. 

Now we can study the quantum-mechanical motion of the electron, 
solving the motion of the harmonic oscillators completely. For example, 
the amplitude that the electron starts at x, with the oscillators in the 
ground state and ends a time T later at x, with the oscillators still in 
the ground state is 


Gniae : eS Dx(t) (11.56) 
where, using Eq. (8.138), 


1 a 9 Pr? na k dk 
fore, : ik-x(t) ,-ik-x(s) ,—i|t—s| dsd 
S a |x| a+ ff | rapa e e 8 ‘Ons 


(11.57) 


Performing the integral over wave numbers k gives 


aah oe xO ee Rox (11.58) 
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The quantity Go,9(b, a) depends upon the initial and final positions of the 
electron, X, and xX», and upon the time interval we are considering, T’. 
Since this function is a kernel, it is a solution of the Schrédinger wave 
equation, considered as a function of the time interval T. Therefore, 
we realize that it will contain frequencies in its exponentials which are 
proportional to the energy levels E,,. It is the lowest one of these energy 
levels which we now seek. 

In developing our variational principle, as we have explained, we are 
not interested in the kernel for real time intervals 7’. Instead, we want 
quantities such as those which appear in Eq. (11.8) for large values of 3. 
By following all the steps leading to Eq. (11.58), it can be readily shown 
for imaginary values of the time variable that the resulting kernel has 
the form 


K(b,a) = fe Dx(t) (11.59) 


where the variable t (previously called w) goes from 0 to @ and 


s-if peas ff Saal — Tay ds at (11.60) 


This result is just that which one might expect from the replacement of 
t in Eq. (11.58) by the imaginary time variable —it (previously called 
—iu). Asymptotically, for large values of (, this kernel becomes propor- 
tional to e~ °°. 

We now have a relatively complicated path integral on which to try 
our variational principle. Next, we shall have to choose some simple 
action S’, which roughly approximates the true action S, and then find 
Ej and 6. 

We note that in Eq. (11.60) the particle considered at any particular 
time! “interacts” with its position at a past time by a reaction which is 
inversely proportional to the distance traveled between these two times, 
and which dies out exponentially with the time difference. The reason 
for this is that the disturbance set up by the electron in the crystal 
lattice in the past takes some time to die out. That is, it takes some 
time for the ions to relax, and during this relaxation period the electron 
still “feels” the old disturbance. 

We shall try an action 5’ which has this same property, except that 
instead of involving the inverse distance as a coupling law, the attrac- 
tion will have the geometric form of a parabolic well. This would be a 


1 Although t in Eq. (11.60) is not really a time, but an integration variable instead, 
it is useful to think about t as a time, just as we thought of u as a time below 
Eq. (10.43). 
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poor approximation if the distance |x(t) —x(s)| could very often become 
exceedingly large. However, since there is a limited time available be- 
fore the exponential time factor forces the interaction to die out, large 
values of this difference will not make any important contributions to 
the integral. Thus, we shall try 


/ 1 : 2 C Oe 2,—w|t—s| 
Cen Meer me [ ix) -x(o)Pe dsdt (11.61) 
2 Jo 2 Jo Jo 


The constant C' is a measure of the strength of the attraction between 
the electron and the previously created disturbance. We take this as 
an adjustable parameter. Furthermore, we can with no extra difficulty 
permit the exponential cutoff law to contain the adjustable parameter 
w, which may differ from unity. With this extra parameter we can 
partly compensate for the imperfection which we have introduced by 
replacing the inverted distance effect by a parabolic effect. (We also 
note in this regard that adding an extra constant to the parabolic term 
|x(t) — x(s)|? leads to no further freedom, since such a term would drop 
out in evaluating a formula for £4.) We shall adjust variable parameters 
C and w later in the evaluation in order to make Eo a minimum. 

Since the action S’ we have picked is quadratic, all of the path in- 
tegrals which result are easily worked out by the methods described in 
Sec. 3-5. 

By comparing Eqs. (11.60) and (11.61), we find that 


mal 
~B 


el f meta 


C rae 2 2\,—w|t—s| 
taf f do -xPre ds dt 
=A+B 


We shall concentrate our attention on the first term on the right-hand 
side of this equation, A. In this term we can express |x(t) — x(s)|~! by 
a Fourier transform. As a matter of fact, this term is the result of the 
Fourier transform involved in the step between Eqs. (11.57) and (11.58). 
So we have 


fE og u 6 (11.62) 


ae 3 
Gao 2 / = exp{ike[x(t) ~ x(s)]} aa (11.63) 


For this reason we need to study 


= f exp{ik-[x(r) — x(a)]}e% Dx(t) 
f e&’ Dx(t) 


(exp{tk-[x(7) — x(o)]} (11.64) 
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The integral in the numerator is of the form 


t= few [ pear ff Ix(t) — x(s)|?e—*-5| ds dt 


ae f(t): xinat| Dx(t) (11.65) 


where specifically 
f(t) = tkd(t — rT) — ikd(t — o) (11.66) 


Now we shall evaluate Eq. (11.65) in so far as it depends on f or k aside 
from a normalization factor which drops out in Eq. (11.64). Inciden- 
tally, let us notice that the three rectangular components separate in 
Eq. (11.65) and we need consider only a scalar case. The method of in- 
tegration is the same as that introduced in Sec. 3-5 for the evaluation of 
gaussian path integrals. Thus we substitute X(t) = X(t) + Y(t) where 
X(t) is that special function for which the exponent is maximum. The 
variable of integration is now Y(t). Since the exponent is quadratic in 
X(t) and X(t) renders it an extremum, it can contain Y(t) only quadrat- 
ically; so Y (t) then separates off as a factor not containing f, which may 
be integrated to give an unimportant constant (depending on ( only). 
Therefore, within such a constant 


= exp 1-3 [He x dt — =f [xo — X(s)\7e—¥!*-4l ds dt 


- "OX a| (11.67) 


0 


where X(t) is that function which minimizes the expression (subject 
for convenience to the boundary condition X(0) = X(@) = 0). The 
variational problem gives the integral equation 


se =2C [ee (s)je~v!*-$| ds — f(t) (11.68) 


Using Eq. (11.68), Eq. (11.67) can be simplified to 


Pee (3 [ f(t) X(t) . (11.69) 


We need merely solve Eq. (11.68) and substitute into Eq. (11.69). 
To do this, we define 


i fe 
= a X(s)e~Wl*t-Sl ds (11.70) 
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so that 

— = w*[Z(t) — X(t) (11.71) 
while Eq. (11.68) is 

XO _ 2 iy 2)- 60 (11.72) 


The equations are readily separated and solved. The solution for X(t) 
substituted into Eq. (11.69) gives, for the case of Eq. (11.66), 


I = exp {ik[|X(r) — X(o)]} (11,73) 
= 2C' 12 —y|r-o| w* 12 
= exp {3k (l-—e )~ aa |r —o| 
where we have defined 
v=wt ie (11.74) 
Ww 


The result is correctly normalized, since it is valid for k = 0. Upon 
substitution from Eq. (11.73) into Eq. (11.63) there results an integral 
over k which is a simple gaussian, so that substitution into A gives, in 
the limit @ — co, 

co re -1/2 
A= a, | wr alee lel (Pee ee a (11.75) 
0 U 


To find B, we need (|x(t) — x(s)|?) This can be obtained by expand- 
ing both sides of Eq. (11.73) with respect to k up to order k?. Therefore 
1 AC 
s(lx(r) — x(0)?) = S— 
The integral in B is now easily performed and, in the G — co limit, the 
expression simplifies to 

8C 3 uv? — wv? 
pa eee (11.77) 


vw 4 Vv 


2 
W 
(iesie VP Aly a eee (11.76) 


In addition we need £4, the ground-state energy associated with our 
action S$’. This is most easily obtained by noting that, in parallel with 
Eqs. (11.2) and (11.13), 


/ ee Za / 
e PFo = lim / e° Da(u) dx, 
—coJvaze 
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Differentiating both sides with respect to C’, one finds immediately 


dE, B 
“A =F (11.78) 
so that, in view of Eqs. (11.77) and (11.74), integration gives 
3 
Ey = 5 (¥—w) (11.79) 


since Eg = 0 when C' = 0 (the free particle). Finally, using Eqs. (11.14) 
and (11.62), we obtain for the true ground state energy 

2 
Bp < (v—w)-A-B=S@— 4) 4 (11.80) 
with A given in Eq. (11.75). The quantities v and w are two parameters 
which may be varied separately to obtain a minimum. 

The integral in A, unfortunately, cannot be performed in closed form, 
so that a complete determination of Eo requires numerical integration. 
It is, however, possible to obtain approximate expressions in various 
limiting cases. The choice w = 0, corresponding to a fixed harmonic 
binding potential in Eq. (11.61), leads to 


a Gas —vT\—-1/2,—-7 D(1/v) 
A=a(=) | Cie ie ar = OTE 24 1/0) (11.81) 


and to E4 = 3u/4. The case of large a corresponds to large v, in which 
case e~’7 can be neglected, so that A = a(u/m)!/?. For a less than 
5.8 and w = 0, Eq. (11.80) does not give a minimum unless v = 0, so 
that the w = 0 case does not give a single expression for all ranges of 
a. In spite of this disadvantage, the result with Eq. (11.81) is relatively 
simple and fairly accurate. For a > 6, only fairly large values of v are 
important, and the asymptotic formula (good to 1 per cent for v > 4) 


y\1/2 2In2 
A=a(=) (1+ - ) (11.82) 


is convenient. Frohlich, however, considers the discontinuity at a = 6 as 
a serious disadvantage — a disadvantage which can be avoided in our 
present approach by choosing w different from zero. 

Let us study Eq. (11.80) in case w is not zero. For small a, the 
minimum will occur for v near w. Therefore, we write v = (1+ €)u, 
consider € small, and expand the root in Eq. (11.75). This gives 


A=a— -e/ tae Pee ee (11.83) 
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The integral is 
(2/w)[((1+w)/?-1) =P (11.84) 


The problem of Eq. (11.80) then corresponds, in this order, to minimiz- 
ing 


Eo = we? — a — ae(1 — P) (11.85) 

That is, 

ea 20 = P) (11.86) 
3w 


which is valid for small @ only, because € was assumed small. The 
resulting energy is 


eg ee a 


Eo =- 
: 3w 


(11.87) 


Our method therefore gives a correction even for small a. It is least for 
w = 3, in which case it gives 


a? a\2 
eee ey ee maa 11.88 
ps ge 1.23 (55) es) 
It is not sensitive to the choice of w. For example, for w = 1 the 


1.23 falls only to 0.98. The method of Lee and Pines! gives exactly 
the result of Eq. (11.88) to this order. The perturbation expansion has 
been carried out to second order by Haga,? who shows that the exact 
coefficient of the (a/10)? term should be 1.26, so that our variational 
method is remarkably accurate for small a. 

The opposite extreme of a large a corrésponds to large v and, as we 
shall see, to w near 1. Since v > w, the integral Eq. (11.75) reduces in 
the first approximation to Eq. (11.81), which we can use in its asymp- 
totic form. The next approximation in w can be obtained by expanding 
the radical in Eq. (11.75), considering w/v < 1. Furthermore, e~”7 is 
negligible. In this way we get 


3 (v — w)? v\1/2 2In2 w? 
= —-+————_ — — 1 -— 11.89 
HO 4 VU a(=) 2 VU 2v ( ) 


1T.-D. Lee and D. Pines, Interaction of a Nonrelativistic Particle with a Scalar 
Field with Application to Slow Electrons in Polar Crystals, Phys. Rev., vol. 92, 
pp. 883-889, 1953. 

2E. Haga, Note on the Slow Electrons in a Polar Crystal, Prog. Theoret. Phys. 
(Kyoto), vol. 11, pp. 449-460, 1954. 
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This is minimum, within our approximation of large v, when w = 1 and 
v = (407/97) — (4In2—1). Then we find?! 
2 


=: 8 ek 3 9 
EG= a 31n2 ce 0.106la 2.829 (11.90) 


The approximations do not keep EF as an upper limit because, unfortu- 
nately, the further terms, of order 1/a”, are probably positive. 

Detailed and numerical work based on this approach has been carried 
out by T.D. Schultz.?2 Using a digital computer, Schultz worked out 
values of v and w which would give a minimum for several different 
values of a. He also evaluated Fo and compared it with the values which 
would be obtained from several alternative theories. In particular, he 
worked out the self-energy from the theories of Lee, Low, and Pines® 
(Eup), Lee and Pines* (Ejp), Gross? (£,), and Pekar,® Bogoliubov,’ 
and Tyablikov® (Epp). 

The results for a, v, and w and also for the energies given by the 
Feynman theory (£7) compared with energies derived from the other 
theories are given below, in a table reproduced from the paper of Schultz. 
In this table, both h and w are assumed to have the value 1. Note that 
for all values of a, the value of E is less than all others. 


3.00 5.00 7.00 9.00 11.00 


—7.0000 —9.000 
“7.58 


1§.]. Pekar in Theory of Polarons, Zh. Eksperim. i Teor. Fiz., vol. 19, pp. 796-806, 
1949, has shown that Eo goes as —0.1088a? for the case of large a. 

2T.D. Schultz, Slow Electrons in Polar Crystals: Self-Energy, Mass, and Mobility, 
Phys. Rev., vol. 116, pp. 526-543, 1959. 

3T.-D. Lee, F.E. Low, and D. Pines, The Motion of Slow Electrons in a Polar 
Crystal, Phys. Rev., vol. 90, pp. 297-302, 1953. 

4 Op. cit. 

5E.P. Gross, Small Oscillation Theory of the Interaction of a Particle and Scalar 
Field, Phys. Rev., vol. 100, pp. 1571-1578, 1955. 

8S.I. Pekar, “Untersuchungen iiber die Elektronentheorie der Kristalle,” 
Akademie-Verlag, Berlin, 1954. 

7N.N. Bogoliubov, On a New Form of the Adiabatic Theory of Disturbances in 
the Problem of Interaction of Particles with a Quantum Field, Ukrainskit Matem- 
aticheskit Zhurnal, vol. 2, no. 2, pp. 3-24, 1950. 

8S.V. Tyablikov, An Adiabatic Form of Excitation Theory in the Problem of 
Exchange Effects of a Particle with the Quantum Field, Zh. Eksperim. i Teor. Fiz., 
vol. 21, pp. 377-388, 1951. 
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IN the preceding chapters we have seen how to use path integrals to 
treat a number of quantum-mechanical problems which are, by their 
very physical nature, probabilistic problems. We have also used the 
path integral method to analyze some aspects of statistical mechanics 
wherein the probabilistic nature of the functions permitted the path 
integral technique to be particularly effective. We can continue this line 
of development into a wide variety of probability problems where this 
approach has special and valuable applications. 

It is the purpose of this chapter to explore a number of these prob- 
ability problems. They will be of two kinds. First we shall discuss 
direct applications of path integral ideas to classical probability prob- 
lems (Sec. 12-1 through 12-6). This is quite different from all preceding 
chapters, in which all applications were to quantum mechanics. Fol- 
lowing that, we shall deal with problems in which both probability and 
quantum mechanics are involved (Sec. 12-7 through 12-10). We cannot, 
in this chapter, deal with these matters in any detail. We shall only out- 
line by some examples how certain problems may be set up and thereby 
suggest to the reader other applications of the path integral approach. 

The main direct application of path integrals to probability problems 
is due to the ability of path integrals to deal directly with the notion 
of the probability of a path or a function. To make this idea clear, we 
proceed in steps from the well-known! ideas of probability applied to 
discrete events and to continuous variables. 


RANDOM PULSES 


To start with, suppose we consider a typical probability problem for a 
discrete variable. We are given a situation in which a series of discrete 
events is taking place at random times, e.g., cosmic rays striking a de- 
tector or raindrops falling on a specifically demarked area of ground. 
We know that the particles fall at random times, but in any long period 
of time T we expect 7 = uT particles will be observed. In other words, 
pt is the mean counting rate. 

Of course, in any actual measurement the exact number of particles 
n recorded will not, in general, correspond to the expected number. But 
we can ask directly: “What is the probability of observing a particular 
number n of particles during a period when the expected number of 


1Harold Cramér, “Mathematical Methods of Statistics,” Princeton University 
Press, Princeton, N.J., 1951. We assume knowledge of usual probability theory. 
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particles is n?” It is given by the Poisson distribution 
= are (12.1) 


On the other hand, we might ask a probability question of a different 
kind. We might, for example, ask: “What is the probability that the 
interval from one particle impact to the next will be some particular 
time t?” Actually, there is no correct answer to the question phrased 
this way. If we were to ask the probability that the time interval will 
be equal to or greater than t, then we could give an answer (it is e~“*). 
That is, we can get an answer to a question about ¢ falling within a 
certain range. Thus, if we are interested in a particular value, we must 
allow ourselves an infinitesimal range and ask the question: “What is 
the (infinitesimal) probability that the time interval will fall within the 
range dt centered on t?” The answer is written as 


P(t) de= pe" dt (132) 


So we create a concept of a probability distribution of a continuous 
variable: P(t) is the probability per unit range of t that the interval is 
t. We write the probability distribution of z as P(x) if P(x) dz is the 
probability that the variable lies in the range dz about x. We can easily 
extend this to two variables and write the probability distribution of x 
and y as P(z, y) dx dy. By this we mean that the probability of finding 
the variables z and y in the region RF of the zy plane is given by 


/ P(x, y) dx dy 
R 


We wish to expand the concepts of probability still further. We want 
to consider the distribution not of single variables but of complete curves; 
i.e., we want to construct probability functions, or rather functionals, 
which will permit us to answer the question: “What is the probability 
of obtaining a particular time history of a physical phenomenon, such as 
the voltage in a resistor or the price of a commodity, or, in two variables, 
the probability of a certain shape of the surface of the sea as a function 
of latitude and longitude?” Thus, we are led to consider the probability 
of a function. 

We shall write it down this way. The probability of observing the 
function f(t) is a functional P[f(t)]. But we must be careful to remember 
that questions relating to such a probability have meaning only if we 
define the range within which we are looking for a specific curve. Just 
as in the example above we had to ask the question: “What is the 
probability of finding the time interval within the range dt?” so now 
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we must ask: “What is the probability of finding the function within 
some more or less restricted class of functions, for example, those curves 
which are bounded between values a and b for the complete time history 
in which we are interested?” If we call such a subset of curves the class 
A, then we ask: “What is the probability of finding f(t) in the class A?” 
and we write the answer as the path integral 


[ PLF(t)] Df (t) (12.3) 


where the integral extends over all functions of class A. 

Actually, this expression can be thought of as similar to the proba- 
bility function for a number of different variables. If we imagine time to 
be divided into discrete intervals (as we imagined it when we were first 
defining path integrals in Chap. 2) taking on the values of t1, to,..., then 
the values of the function at those particular times f(t1), f(te),... = 
fi, f2,... are analogous to the variables of a multivariable distribution 
function. The probability of observing a particular curve can then be 
thought of as the probability of obtaining a particular set of values 
fi, f2,.-. in the range df,, dfo,..., that is, P(f1, fo,...) dfi dfo---. 

If we then proceed to the limit as the number of discrete intervals 
in time becomes infinite, with suitable normalization, we obtain the 
probability of observing the continuous curve f(t) in the range Df(t) 
as the integrand in the path integral of Eq. (12.3). It is this probability 
concept and this probability functional with which we shall be working 
in the remainder of this chapter. 


CHARACTERISTIC FUNCTIONS 


It is helpful to continue using the analogy between the probability func- 
tional of a path and the more traditional probability function of a vari- 
able. A number of concepts, such as the concept of a mean value, are 
common to the two approaches. With usual probability distributions 
for quantities which have discrete values, so that the probability of ob- 
serving the specific number n is P,, the mean is 


CO 

ean (12.4) 
n=1 

For a continuously distributed variable, it is 


i CP ede=f (12.5) 
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and in an analogous fashion, the mean value of the functional Q[f(t)] is 
written 


JQAFOIPFO| DIO) 
Pra (t)| DF(¢) 


In this last equation, as in Sec. 11-1, we have included a path integral 
in the denominator to remind ourselves that we are always faced with 
normalizing problems. In principle, it would be possible to work out 
the path integral of the distribution function, set it equal to 1, and so 
evaluate the normalizing constant to begin with. However, in many 
practical cases it is more convenient to leave the function unnormalized 
and simply cancel out factors on the top and bottom of the expression 
which might, in actuality, be extremely difficult to evaluate. 

Just as the mean value of the function can be expressed in the path 
integral notation, so can the mean-square value of the function at a 
particular time, say t = a. Thus, 


vo LP @)PLO DEE) 
a) = ER aENG 


for this is only a special functional. 

One of the most important mean values of a function, as evaluated 
with Eq. (12.5), is the mean of e***. It is called the characteristic func- 
tion, and it is 


b(k) = (e'**) = / ” eke P(n) dr (12.8) 


This is sometimes also called the moment-generating function. It is 
simply the Fourier transform of P(x), and it is an extremely useful 
function for evaluating various characteristics of the distribution, since it 
is equivalent to a knowledge of the distribution function itself. This last 
fact is the result of the possibility of performing the inverse transform 
as 


= (Q) (12.6) 


(12.7) 


Play = [a(n = (12.9) 


A number of important parameters of the distribution can be deter- 
mined by taking the derivatives of the characteristic function. Thus, for 
example, the mean value of z is 


_, Wk) 


(a) = —i (12.10) 


k=0 


326 12 Other problems in probability 


as is readily demonstrated by differentiating each expression in Eq. (12.8) 
with respect to k and then setting k = 0. In fact, a series of such relations 
exists: 


g(0)=1 Pp (0)=i(z) = $"(0) = —(2”) (12.11) 


Of course, our next step is to generalize the concept of the char- 
acteristic function to the functional distribution case. We construct a 
mathematical definition of such a generalization by returning to our 
picture of discrete time intervals. We then wish to perform the Fourier 
transform on the ae function of a large number of variables, us- 
ing the kernel e**:fte*#2f2 .... As we go to the limit of an infinite number 
of time intervals, this becomes simply e’ if ROFO a This, then, is the 
functional whose mean value we wish to take in arder to develop the 
characteristic functional. By using Eq. (12.6), we obtain 


fens ae DFC) 
J PIF (t)] DF (Ct) 
This characteristic functional also has important special properties. For 


example, ®[0] = 1, and the mean value of the function f(t) evaluated at 
the particular time t = a is 


(V(@)) = 1 SEO! 


B[k(t)] = (12.12) 


(12.13) 


k(t)=0 


where we have used the technique of the functional derivative as de- 
scribed in Sec. 7-2. 

In principle, we can invert our path integral Fourier transform and 
write the probability functional as 


PIf(t)| = i et f FOF deg IE) DK(t) (12.14) 


where now, of course, the path integral is carried out in the space of the 
k(t) functions. 

We may remark, for use in interpretation later on, that if the func- 
tion f(t) is not uncertain but is definitely known to be some particular 
function F(t), that is, P[f(t)] is zero for all f(t) except f(t) = F(t), 
then the characteristic functional is 


O[k(t)] = et J ROFO at (12.15) 
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NOISE 


Suppose we apply the ideas so far developed to a particular example and 
in the process develop a few more concepts. Let us consider the situation 
in which we are counting some sort of pulses, perhaps pulses generated 
by the impact of cosmic rays on a Geiger counter or perhaps thermal- 
noise pulses in a resistor. In such cases the pulses are not simply discrete 
spikes of energy but are represented by a rising and falling voltage. Thus, 
careful inspection of the actual voltage history associated with such a 
pulse would show that it has the form g(t) for a pulse occurring at t = 0. 
So, if the pulse occurred at to, the shape of the voltage curve would be 
g(t — to). 

Now, suppose we conduct our counting experiment for the time in- 
terval of length T (much longer than the length of a single pulse) during 
which a number of pulses centered on the times ?1, t2,...,¢, occurred. 
The complete voltage history over this experiment would be 


=) 9(t - ti) 


Since we know when all the events occurred, our probability function 
would simply be the representation of certainty, and by use of Eq. (12.15) 
the corresponding characteristic functional becomes 


B[k(t)] = exp D/H g(t — t;) dt (12.16) 


But now suppose that we wish to determine the probability of find- 
ing a particular time history of the voltage before conducting the exper- 
iment. In that case we permit the n events to be randomly distributed 
with uniform probability over the complete time interval. That is, the 
probability of an event happening within the time interval dt is dt/T. 
In this case the characteristic functional becomes 


Po foe pe ~ dt, dt, dtp 
j=l 
Pcl dt as . 
7 | i J Rets)a(e) at 48 (12.17) 
0 T 


We call the expression in parentheses A and write this result as A”. 
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If the number of events in the time interval is distributed in such a 
way that the Poisson distribution applies, i.e., the occurrence of each 
event is independent of the time of occurrence of any other event and 
there is a constant rate w for the expected number of events per unit 
time, then the expected number of events in the time interval 7’ is 
nm = wT. The characteristic functional is 


O[k(t)] = Sane (12.18) 


The sum on the right-hand side of this equation is the expansion of an 
exponential function, so that we can write the characteristic functional 
as 


T 
O{k(t)] = e (An = exp {-u ( _ [ oi J Rlet+s)a(¢) dt 2 
fis . 
= exp {-« | (1 — ef J Meteo =) a| (12.19) 
0 


Thus, we may determine the characteristic functional for many different 
situations. We next go on to discuss this result under various approxi- 
mate circumstances. 

Suppose we imagine that the pulses get very weak while the expected 
number of pulses per unit time, that is uw, becomes large. In that case 


g(t) is small, so we can expand e’ if R(t+s)9(t) de ; in a power series and we 
can approximate the characteristic functional as 


exp {i [" fw (t + s)g(t) dt avast = exp {inc - k(t) a| (12.20) 


where we have defined G = [ g(t) dt, the area of the pulse. This means 
that ®[k(t)] is in the form of Ay (12.15) with F(t) = wG (a constant 
independent of t). This is equivalent to saying that f(t) is certainly 
uG or, in other words, that there is unit probability for observing the 
function f(t) = wG and zero probability for observing any other f(t). 
That is to say, the pile-up of a large number of small pulses generates a 
nearly steady direct voltage of value equal to the number of pulses per 
second yz times the average voltage G supplied by each. Next, we go to 
one higher approximation and study the fluctuations or irregularities of 
this nearly constant voltage. 

Equation (12.20) is a first-order approximation to the exponential 


eS kt+s)9(¢) dt in the description of the characteristic functional of 
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Eq. (12.19). Suppose now that we go on to the next-order approxi- 
mation and include the second-order term. This is 


-£ [ [oats dt [eevee + s) dt’ ds (12.21) 


To simplify this expression, we define a function which measures the 
overlap between two nearby pulses as 


oe : g(t)g(t +7) dt (12.22) 


By use of this substitution, the second-order term is reduced to 


w fT st ; 
= / i; k(t)k(t')A(t — #’) dt dt (12.23) 


Including both first- and second-order terms, the characteristic func- 
tional is 


&[k(t)] = eine f ke) dt ,—(u/2) Jf RR) Ae=t’) de at! (12.24) 


The first factor in this expression is the constant average level, which 
we might call the Dc level if we are thinking about voltage pulses. We 
can, if we wish, neglect this level and concentrate only on the variations 
around it by shifting the origin of f(t). That is, we can always take 
out a factor ef J ROFW at by shifting the origin of f(t) (ie., by writing 
f(t) = F(t)+f'(t) and studying the probability distribution of f’(t) and 
its characteristic functional). If we make this change of origin, we are in 
a position to study the fluctuations of voltage around the Dc level. 

We note one special approximation to Eq. (12.24) which is often 
adequate. Generally, A(r) is a narrow function of 7. The pulse shape 
g(t) rises and falls with a finite width, so if two pulses are spaced a very 
great distance apart, their overlapping area vanishes. This is another 
way of saying that A(T) approaches 0 rapidly as 7 becomes large. As a 
result of this, if \(7) is narrow enough, the second factor in Eq. (12.24) 
can be approximated by 


eo (4/2) f k(t) at (12.25) 


where g = / A(r) dr. This is equivalent to the probability distribu- 
tion _ 
Plf(t)] =e G20) J Pw ae (12.26) 


Such fluctuations are often called gaussian noise. 
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Characteristics of distribution functionals describing noise functions 
have been studied extensively in recent years in the theory of communi- 
cations. A number of characteristics of noise spectra have been defined 
and evaluated, and we shall carry through similar discussions here and 
in the next section, where we treat gaussian noise. 

Now we shall continue to show, by giving one further example, how 
characteristic functionals are set up. We shall consider pulses which 
come at random times all with a given characteristic shape, say u(t), but 
each with a different scale height, so a typical pulse is written au(t). We 
might allow the height a to be either plus or minus. So now we suppose 
the timings of the pulses are randomly spaced instants t; and the heights 
take on random positive and negative values a;. The resulting function 
is 


= 3s aj;u(t — t;) (12.27) 


If first we set aside the random nature of the events, we obtain a char- 
acteristic functional equivalent to that of Eq. (12.16) as 


&[k(t)] = exp Do [Ho u(t — t,;) dt (12.28) 


Next, if we include the presumed random nature of the scale heights of 
the pulses and say that the probability of obtaining for the jth pulse 
a particular scale height of a; in the region da; is p(a;) da;, then the 
characteristic functional becomes 


=f [fox Low | Hote) a 


x p(a;) day p(a2) daz--+ p(an) dan (12.29) 


Of course, each of these probability functions for the values of a; has as- 
sociated with it a characteristic function (also called a moment-generating 
function). We call this function 


Ww] = a. e'2 (a) da (12.30) 


—co 


Then the expression for ®[k(t)] is 


= Ue u(t — t;) dt] (12.31) 
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Now we can proceed as we did in the derivation of Eq. (12.17) and 
introduce the notion that the exact time at which a pulse occurs is ran- 
domly and uniformly distributed over the intervalO < t < T. If we 
suppose that there are precisely n pulses in this interval, the character- 
istic functional becomes 


d[k(t)] = (ee) (1.2.32) 


where 
k(t)] = / W [fk(t)u(t — s) dt] ds (12.33) 


If again we assume, as we did in the derivation of Eq. (12.18), that 
the pulse distribution satisfies the Poisson distribution, then we must 
multiply Eq. (12.32) by (”"/n!)e~” and sum over n to get 


®[k(t)] =e HT -TFROD = exp {-« [(a- W [fk(t)u(t — s) dt]) as} 
(12.34) 


As a special example of this result, we assume that that pulse shape 
is extremely narrow. In fact, we assume that we can approximate the 
shape function by a Dirac delta function, that is, u(t) = 6(t). Then the 
characteristic functional is 


OKs {= / (1 — W{k(s)]) as (12.35) 


Next, we assume that the distribution of scale heights is gaussian with 
zero mean and a root-mean-square value of a; in other words, the ordi- 
nary normal distribution is given by 
1 2 2 
a)da= ee lee da 12.36 
p(a) da = (12.36) 


In that case, the characteristic function is 


Ww] = eW (7 /2)w" (12.37) 


and for ® there results 
B[k(t)| = exp {=u / (1 — 7/2940) is\ (12.38) 


So we find again that a characteristic functional ®[k(t)] can be de- 
rived to fit our assumed conditions. At any stage in this derivation, ap- 
proximations that would reduce this to a quadratic form may be valid. 
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For example, in the case just described a small value of the root-mean- 
square scale height o corresponds to weak signals. If, at the same time, 
the expected number of signals arriving in a time interval is not small, 
then Eq. (12.38) can be approximated quite well by 


®[k(t)] = exp {-uS [ee it} (12.39) 


A distribution like this is called white noise. 


GAUSSIAN NOISE 


The type of distribution whose characteristic functional is gaussian comes 
up in many situations, and we shall discuss it here. 

We have been working with probability distributions which are gaus- 
sian, i.e., exponentials of second order in the defining functions. Al- 
though we arrived at this gaussian functional by making a second-order 
approximation to the exponential term introduced by our assumption 
of a Poisson distribution of random pulses, it is worth remarking that 
a number of physical processes actually seem so distributed by their 
nature. In traditional probability theory the normal, or gaussian, distri- 
bution fits physical phenomena which are the result of the combination 
of a large number of independent events occurring randomly. This is the 
conclusion of the central-limit theorem of probability theory.| The same 
conclusion applies to distribution functionals and results in the fact that 
many important cases for study of physical phenomena have gaussian 
distributions. For further reference, we write here the most general form 
of a gaussian characteristic functional as 


&[k(t)] = el k(t) F(t) dt ,—(1/2) Jf BORO )A (Et) de at! (12.40) 


The first factor in this expression can be removed by a shift of 
the origin defining f(t), as we discussed in deriving the distribution 
of fluctuations of voltage around a DC level. Thus, we could define 
f'(t) = f(t) — F(t). Next we note that, if the system we are describing 
behaves in a manner independent of the absolute value of time, then the 
kernel A(t, t’) must have the form A(t — t’). 

In actual physical situations this function A may be defined by mech- 
anisms in some sort of experimental situation or by approximating a 
particular piece of reality in such a way that it behaves nearly like the 
distribution function we are studying. We have an example of such an 


1Ibid., pp. 213ff. 
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approximation in the derivations given above on the noise spectrum. 
For it, A(t,t’) = wA(t — t’). In either case theorems of the behavior of 
the system which result from the use of this function will be the same 
so long as the characteristic functional ® can be suitably approximated 
by the quadratic or gaussian form of Eq. (12.40). 

Of course, by now we know how to deal with gaussian functionals, 
since we have spend quite a bit of time in the preceding chapters manip- 
ulating them in one way or another. In this particular case the appear- 
ance of the factor 7 is different from that in typical quantum-mechanical 
cases. This means that functions which were real in Sec. 7-4, for ex- 
ample, are imaginary here. However, this does not require any review 
of the mathematical aspects of the subject; it simply is an awareness of 
and preparation for certain differences in detail in the results. 

The probability distribution which corresponds to the characteristic 
functional of Eq. (12.40) is 


P[f(t)] = exp {-4 [ [ue Fens) Fe )Bt.t) ae at | (12.41) 


where the function B(t,t’) is a kernel reciprocal to A(t,t’). That is, the 
functions A and B are related by 


i WED BC ade =e (12.42) 


Problem 12-1 Prove this. 


All the parameters of the distribution can be calculated from the 
characteristic functional by the methods introduced in Chap. 7. 

We shall now study in more detail some of the physical character- 
istics of gaussian noise that is time-independent; i.e., we shall study 
distributions whose characteristic functional is 


®[k(t)] oe (1/2) ff RE) RE) AE-*) dt dt’ (12.43) 


This function A(r) is called the correlation function. Eq. (12.43) means 
that the probability of observing a particular noise function f(t) is 


P{f(t)] = eo 1/2) ff FOF) BE-#') at at! (12.44) 


The function B appearing in this last expression is the inverse of the 
correlation function A. That is, [ A(t — s)B(s) ds = 6(t), or, if 


P(w) = / A(re dr (12.45) 
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is the Fourier transform of A(7), the Fourier transform of B(r) is 1/P(w). 

We shall begin by calculating some of the properties of this distribu- 
tional. We first show that the average value of the noise signal vanishes. 
This is because the average value of the noise function at a particular 
time t = a is, as in Eq. (12.13), 


(f(@)) = ~i5 (12.46) 


In this expression, the functional derivative of 6 in Eq. (12.43) is given 
by (see Sec. 7-2) 
bd 

—— = |— | k(t)A(t — a) dt] ® 12.47 
stay = [+ [ata a) ae (12.47) 
and, if it is evaluated for the particular function k(t) = 0, then it be- 
comes 0. 

Next we calculate the average of the square of the noise function or, 
better, the expected value of the product of two noise functions at times 


a and 6. This is called the correlation function of the noise. It is (by 
differentiating both sides of Eq. (12.12) twice) 


(f(a) f(b)) = Oo (12.48) 
= A(b — a)® — [fk(t)A(t — a) dt] [fk(t') A’ — 6) dt’] & 


and, if this is evaluated for the function k(t) = 0, it is simply A(b — a). 
That is why A is called the correlation function. 


NOISE SPECTRUM 


A most useful characteristic of the noise distribution is the power spec- 
trum of the noise (see Prob. 6-26), which is defined as the mean value 
of the square of the Fourier transform of the noise function, that is, the 
mean square of 


= Og dt (12.49) 
By - our ee results, we can evaluate this as 
(|6(w)? = ewe aaa db) 
= JJ(f e(°-*) da db 
= =a —a)e oe ») da db 
= [P(w) da (12.50) 
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Here we have made use of the function P(w), the Fourier transform of 
the correlation function A (see Eq. 12.45). 

If we carried out the integration shown in the last step of Eq. (12.50) 
we would, of course, get an infinite result. Therefore, the mean-square 
value which we are attempting to work out can be defined only for some 
finite time interval. If we take a unit time interval, then we say that the 
mean power per second is 


Mean of |¢(w)|? per second = P(w) (12.51) 


We can apply some of these general results to our special example of 
noise produced by a multitude of small pulses. The correlation function 
for our problem is wA(T) introduced in Eq. (12.22). That is, 


MS 5 / sce enar (12.52) 


This means that the power spectrum is 


=n | [oe see ear =a? (12.53) 


where 7(w) is the Fourier transform of our pulse function g(t). We can 
explain this simple result more directly a. our problem as follows. If 
the pulses occur at times ¢; so that f(t) <5 g(t — t;), the Fourier 


transform of f(t) is d(w ge cic yeh, Thus the square of ¢(w) has 


the average 


(ld(w)|?) = (in 2 a (12.54) 


But, since the times ¢; are random, and independent of t; for 7 ¥ 7, all 
the terms with i #4 7 average out, because the average of e@(4i—4) ig 
zero. Only the terms with i = j remain. Each is |y(w)|?, and they are 
uT in number; so the mean of |¢(w)|? per second is pu|y(w)|?. 

In the special case that the characteristic function can be approx- 
imated by the white-noise characteristic of Eq. (12.39), the function 
A(t — t’) = const 6(t — t’). This means that P(w) is independent of w 
and there is the same “power” per unit frequency range (mean |¢(w)|? 
per second) at all frequencies. 

The distributions we are describing can very conveniently be de- 
scribed by giving the probability distribution not for f(t) but for its 
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Fourier transform ¢(w) directly, and the characteristic functional not in 
terms of &(t) but its Fourier transform 


Koi / k(t)e™* dt (12.55) 
Using these functions, the characteristic functional for the noise distri- 
bution corresponding to Eq. (12.43) is 

B = 7 (1/2) f IK)? P(w) dw/2m (12.56) 
by direct substitution of the inverse of Eq. (12.55) into Eq. (12.43). The 
corresponding probability functional is 

P =e 2/2) Jllo)I?/P(w)] dw/2m (12.57) 

We deduce Eq. (12.57) from Eq. (12.56) as follows. Note that 


JR(t) f(t) dt = [K*(w)d(w) dw/2r (12.58) 
so that Eq. (12.14) implies 


P= i det J Ku) O&) du /2rHK (,,) (12.59) 


If we now imagine the possible values of w to be discrete and sepa- 
rated by an infinitesimal spacing 27A, the integrals in the exponent in 
Eqs. (12.56) and (12.57) can be replaced by Riemann sums, and our 
path integral becomes 


P=] / e(2/2)IK (W))? Pw) 94K" (W) OW) GK (wy) (12.60) 


The integral for each value of w can be done separately (by completing 
the square), and we get 


Ps I] e7 (1/2) [1o(w)1?/P(w)]A (12.61) 


WwW 


Putting the product together gives Eq. (12.57). It is clear that what 
happens at one frequency is independent of what happens at another, 
and that the signal strength ¢(w) at frequency w is distributed as a 
gaussian with a mean square proportional to P(w). 
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BROWNIAN MOTION 


It is usually true that the path integral method does not really help 
to get the solution to problems that cannot be solved in some other 
manner. Nevertheless, someone who has followed us this far and who 
is now familiar with path integrals will find its mode of expression and 
logic very simple and direct when applied to probability problems. 

For example, in the theory of brownian motion we might have a 
linear system — say, a damped harmonic oscillator being driven by a 
fluctuating force f(t). Assume the mass of the oscillator equal to 1, and 
we must solve 


#(t) + ye(t) + wea(t) = f(t) (12.62) 


where z(t) is the coordinate of the oscillator. If the function f(t) is 
not known but is given by a known probability distribution P,|f(t)], 
what is the probability distribution P,[x(t)] for the various responses 
z(t)? Equation (12.62) relates x(t) to f(t); that is, for each f(t) there 
is an z(t). Hence the probability of given z’s is the same as that for the 
corresponding f’s, or 


P,[x(t)] Da(t) = Pr[f(t)] DF(t) (12.63) 


where z(t) is related to f(t) via Eq. (12.62). In general, we must be very 
careful in relating path differentials like Dx(t) to Df(t), there being an 
analogue of a “jacobian” between the “volume” elements. But if f(t) 
and z(t) are linearly related (as above), this jacobian is a constant; so 
if, as is usual with path integrals, we can trust ourselves to normalize 
our answer in the end, we have 


P,,[x(t)] = const Ps [#(t) + ye(t) + woz(t)] (12.64) 


which gives us a formal solution. If Py is gaussian, then P, is and the 
problem may be worked out in many ways, the most evident being by 
the method of Fourier series if w% and y are independent of time. 

At any rate, many problems can be set up and solved or partly solved 
by using Eq. (12.64) as a starting point. We shall look at a specific 
example. A fast particle goes through matter in which it receives small, 
sharp alterations in velocity as a result of passage by nuclei. After going 
through a thickness T, what is the probability it will emerge a distance D 
from the origin (the extension of its original straight-line path) moving 
with deflection angle @ as in Fig. 12-1? 
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Fig. 12-1 A fast particle impinges perpendicularly on a slab of matter of thickness T. 
After traveling through a thickness t measured parallel to its original line of flight, it 
is deflected away from its original trajectory (as extended) by a distance x owing to a 
number of interactions with the nuclei in the material. Eventually, it emerges from the 
slab a distance D from the point O, at which it would have emerged with no deflection, 
and is traveling in a direction that makes an angle @ with its original direction. 


We assume that the interactions cause no measurable loss in the 
longitudinal velocity of the particle and that the matter through which 
the particle passes is homogeneous. Further, we assume that 6 is always 
small and that the motion is the result of a large number of collisions 
each of which has a small effect. We assume that the expected number of 
collisions in the infinitesimal thickness dt is dt and that the deflection 
suffered in each collision is given by the angle A, which is governed 
by the probability distribution p(A) dA. We further assume that this 
probability distribution results in a mean-square value of A given by 


a A?p(A) dA = o? (12.65) 


and we shall use the definition R = po”. 

We shall confine our attention to the motion as projected onto a two- 
dimensional plane containing the original path of the particle. Motion 
in a plane normal to this will follow similar rules, and the motion in 
either plane can be considered independently of the other. We shall use 
t to measure the depth of penetration into the slab, 6 to represent the 
instantaneous direction of motion in the plane we are considering, and 
x to measure the position of the particle away from an extension of its 
original path of motion, as shown in Fig. 12-1. These parameters are 
related by dx = @dt, or ¢ = 0. 

We assume that the deflections of 0 occur suddenly, so that 6 = f(t), 
where the functions f(t) are a set of randomly spaced delta functions 
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having random scale heights. This means that #(t) = f(t) and P,([f(t)] 
has the characteristic functional (see Eq. 12.34) 


b[k(t)] = eB [A-Wale)) as (12.66) 
where 
Ww] = / p(A)ei aa (12.67) 


We note that the mean value of A is assumed to be 0, and these deflec- 
tions themselves are assumed small. Now if we expand W[w] as 


Wis) = / p(A) (1 apne a teat ) dA (12.68) 


and use terms only through second order in A to get W[w] = 1-w?a?/2, 
then 


®[k(t)] =e O/B I HC) as (12.69) 
This in turn implies (Eq. 12.44) that 
P,[f(é)] =e C2 J PO ae (12.70) 


Hence 


P,[z(t)] = const exp {-ae f #? (t) a| (12.71) 


We wish to evaluate the probability distribution P(D, 0), which gives 
the probability that the particle will exit with displacement D and angle 
of motion @ when it enters with initial conditions x(0) = 0 and (0) = 0. 
We are concerned not with the exact path that the particle takes in the 
material, but only that the particle exits with z(T) = D and z(T) = @. 
Thus, we express this probability distribution by an integral over all 
paths as 


“ 
P(D,@) = [ex {-35 #? (t) at Da(t) (12.72) 


where the paths included in the integral satisfy the assumed end-point 
conditions. This integral can be carried out by the methods of Sec. 3-5. 
The integral is a gaussian and becomes an extremum for the path 

de. 


=i = (12.73) 
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The solution of this equation, which satisfies our assumed boundary 
conditions, is 


a(t) = (3D — 6T) (3) _ (2D - 67) (4) (12.74) 


By using this path in the integrand of the exponential function in Eq. 
(12.72), we find 


Te eae 6 Gr\ "> 36? 
— | § By Me 12. 
aa | i) dt = (p ; ) _ (12.75) 
which means that our required probability distribution is 
«6 6T\* 
= = Oe es 5 canna alone 12.76 
P(D,@) = const on { PT ( 5 ) sar | ( ) 


In some practical cases we may really be concerned not with the 
exact linear spacing of the particle away from our assumed origin point 
but, rather, with the deflection angle at which it leaves the slab. Given 
the overall distribution function of Eq. (12.76), it is simple to evaluate 
the distribution function in angle alone by integrating over all values 
of D. The result is e~®/2"T_ This is an expected result, because we 
have already assumed that the mean-square value of the deflection angle 
which would be acquired in a unit thickness is R, so this value in a total 
thickness T should be RT’. 

Suppose next we look only at particles which emerge traveling in a 
specific angle 0 and consider the distribution function of the emerging 
positions D of those particles. We find that the probability distribution 
has a maximum at D = 6T/2. This would be the position we would 
expect if the final deflection angle @ were acquired in a smooth manner 
as a linear function of thickness starting from 0 and building up to its 
final value. In that case its average value during the passage through 
the slab would be 6/2. 


Problem 12-2 Show that the constant required to normalize the 
probability function P(D, 6) dD dé is 


6 1 
const = \ RTs | RT (12.77) 
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QUANTUM MECHANICS 


In this and the following sections we should like to see how to formu- 
late statistical problems in quantum mechanics. In quantum mechanics 
there are probabilities involved in an intrinsic way, because even a known 
state implies probabilities to be found in other states. But in addition 
there may be extrinsic uncertainties. The state, for example, may not be 
known —- we may know only that the state is such and such with a cer- 
tain probability. This situation is analogous to the classical-mechanics 
situation in which the initial conditions are not known and only a proba- 
bility distribution for such conditions is available. We have already dealt 
with such a situation in statistical mechanics (see Chap. 10), but that 
is a very special case in which the state of energy E& has the probability 
e—2/kT | Here we shall be more general. 

Again, under a given external force, say f(t), the behavior of a 
quantum-mechanical system can be worked out, but what can we say if 
that force is uncertain and has a probability distribution P[f(t)] D f(t)? 
Need we actually solve the problem for each f(t) and then average, or 
is there some way to formulate the problem after the average of f(t) 
is taken? (We hope so, because it often occurs that the solution of a 
statistical problem after an average is taken is, in fact, much easier than 
finding the general solution of the original problem for a wide range of 
conditions.) We shall find such a formulation in this section. Then we 
shall go on to discuss situations in which a quantum-mechanical system 
is disturbed not just by a classical system but by another quantum- 
mechanical system about which there are statistical uncertainties. 

Our main purpose in this chapter is to show how these and other 
questions may be formulated. We shall not deal in detail with solving 
the special problems mentioned; they are brought up only to help us 
understand the more general formulations we shall arrive at. 

We wish first to discuss the analogue of brownian motion for a 
quantum-mechanical system. That is, we shall suppose that a quantum- 
mechanical system whose unperturbed action is S[z(t)] is under the in- 
fluence of an external force f(t) such that its action is? 


S;(a(t)] = S[x(t)] + i x(t) f(t) dt (12.78) 


1We shall do everything as though there were only one coordinate z. One can 
immediately generalize to several coordinates x; (so that a set of forces f; act) and 
to cases in which the coefficient in front of f(t) in the action is not simply z but 
some more complex operator. 
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Suppose we ask: “What is the probability that, starting at some 
time tg with coordinate z(t,) = Yq, we shall arrive at a final time t, at 
coordinate xp?” It is the square of an amplitude: |K (2p, ty; La, tals Or 
again, if we specify that initially a system is in the state of wave function 
w(x) and finally in the state of wave function X(z), the probability of 
transition from yw to X is 


-osee (12.79) 
=|[f (xp) ee eal 


=f ff (2p) X (ap) K (5, ty3 Par ta) K* (Bp, ty; Cas ta) Y(@a)Y" (a) 


x dz, dz, dz, dx, 
It is evident that all such problems can be solved if we can evaluate 


Kies tye Lap Ej (Geta t ) (12.80) 


a)d"a 


The first factor is the path ee re e’[2()] Da(t), whereas the second 
factor is its complex conjugate! if e452) Dz(t). Each integral is over 
paths with appropriate end points. In writing the product of Eq. (12.80), 
we shall call the path variable in the second integral z’(t) and we can 
then express Eq. (12.80) as the double path integral 


i i eiSle1-iSe')] Da(t) Der'(t) (12.81) 


The summing of such integrals over various end points gives the required 
probability. 

If the force f(t) is acting, we should replace S{x(t)] in Eq. (12.81) by 
Sy(x(t)], and the expression becomes 


/ / eitSlo(t)]-Ste' Ol+ f eH F() ae f 2" OI 4 Dar) Da (t) (12.82) 


But now suppose the force is known only in a probabilistic sense; i.e., 
we know that there is a probability Py[f(t)] Df(t) that the force is f(t). 
Then the probability to go from w to X is given by Eq. (12.79) calcu- 
lated for each f(t) and then averaged over all f(t) each with the weight 
= dk ee This is then 


(12.83) 


wie (2p) X (#5) I (2p; Bj La, La) V(La)Y" (wa) day day day day 


1We suppose that S[z(t)] is real and that our units are so defined that h = 1, as 
in Chap. 11. 
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where J is the average of Eq. (12.82) over all f(t) with weight 
Py[f(t)] DF(t); thus 


I (Lp, Bp} Bq, La) = (12.84) 
/ / / el(Sla(t)]—Sle'(O)} ¢6 {la(®)-2" WFO dt pr #(4)) Da(t) Da’ (t) Df (t) 


with the integrals taken between appropriate end points z(t,) = Z,, 
z'(t,) = x), e(t,) = 2, 2'(t,) = 2. Actually, this choosing of end points 
and then integrating over various values with wave-function distributions 
depending on the problem (as in Eq. 12.83) is simply a sum of J’s for 
different end conditions, and we shall hereafter simply forget this and 
speak as though with J we already have our probability — it being left 
to the reader to remember that a bit more has yet to be done. This is 
so that we can concentrate on the main feature, the evaluation of the 
double path integral needed to calculate J. 

In this form we can do the integral over f(t) explicitly and see that, 
to find the probabilities after averaging, we must evaluate a double path 
integral 


J= / / et Sle()]-Sle'()]} 6[a(t) — a! (t)] Da(t) Da (t) (12.85) 


where ®[k(t)] is the characteristic functional belonging to the probability 
distribution P;, so 


a= f ALO PHF DFO (12.86) 


Equation (12.85) then answers our challenge to express the answer 
in a form valid after the averaging. It involves evaluation of the double 
path integral. How to evaluate it is, of course, another question, but the 
methods discussed in this book may be useful. In these sections we are 
discussing only how various problems may be formulated. 

As an example of the application of Eq. (12.85), suppose f(t) is 
gaussian noise with zero mean and correlation function A(t,t’) as in 
Eq. (12.40). We must evaluate 


j= / a ei{Sle(t)]-Sle"(#))} (12.87) 
x exp {—3Jf[x(t) — 2’ (a) [e(’) — 2’ (t’)J A(t, ’) dt dt’} Da(t) Da’ (t) 


Because in the new factor at least the x and x’ appear only quadrati- 
cally, some of the methods previously discussed for quadratic forms may 
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be useful. Of course, if S[z] is itself quadratic, corresponding to a har- 
monic oscillator, the path integrals can be evaluated exactly by using 
the methods of Sec. 3-5. 


INFLUENCE FUNCTIONALS 


Now we wish to discuss the behavior of a quantum-mechanical system 
whose general coordinate we call x in interaction with another quantum- 
mechanical system whose coordinate we call X.' We shall suppose that 
all measurements which are to be made are on system x only, and no 
direct measurements of the system X will be made. For example, we 
may be interested in how an atom makes transitions because it is in 
the electromagnetic field and can radiate. We contemplate studying 
only the atom and will not directly measure the light coming from it; 
then xz are the atomic coordinates and X the coordinates of the field. 
If we study it the other way — that is, if we only observe the light 
from the atom, emitted, absorbed, or scattered, but never ask for any 
quantity directly involving the atom’s variables — then we may use our 
present analysis with z being the coordinates of the electromagnetic field 
and X those of the atom. If, for example, the theory of the index of 
refraction is wanted, then xz are again the field coordinates and X the 
coordinates of the matter through which the light goes. For one further 
example, suppose the behavior of an electron in a crystal (or an ion 
in a liquid) is to be studied: the measurements to be analyzed involve 
directly only the position of the charge, not the material of the crystal. 
For example, we might wish the current (electron velocity) generated 
in some circumstance, but we are not contemplating correlations with 
the number of phonons produced. Then z can be the coordinates of the 
electron and X all the other coordinates of the matter of the crystal. 

Let S[x(t)] be the action of system z, So[X(t)] that of the environ- 
mental system alone, and Sin;[z(t), X (t)] that of the interaction between 
the environmental system X and the system of interest x. The action 
of the combined system is S[x(t)] + So[X(t)] + Sint[x(t), X (t)], and the 
probability of any event involving the combined system can be evaluated 
from the double path integral, an obvious generalization of Eq. (12.81), 
and now written as 


+X stands for any number of coordinates — this other system may be, and gener- 
ally is, very complex. We shall just carry one X variable, but nothing essential will 
be lost. 
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ie | / Ff exp{i(S[x(t)] — S{x"(t)] + SolX(#)] — SolX"(t)] (12.88) 
+ Sint [x(t), X (t)] — Sine [z’(t), X(t)])} Dax(t) DX (t) Da’ (t) DX"(t) 


But, if we need no measurements on system X and if only the depen- 
dence on x(t) need ever be studied, then we can write our answer in the 
form 


— ff eSie@)|-Ste’ 1} Pye (t). 2/(4)) Delt) De’ 
r= ff Fla(t),2'(#)] Delt) Da’ (t) (12.89) 


where we shall call the functional F'[x(t), x’(t)| the influence functional. 
It is a functional of the two functions x(t) and 2’(t), and for this partic- 
ular problem it is given by 


Fle(d),2'()] = | | expti(SolX(o)] - S01") (12.90) 
final 
+ Sinelx(t), X (E)] ~ Sinala"(t), X"(E)])} DX (t) DX" Ct 


The sum ranges over all possible final states of X. This is because no 
measurement on_X is to be taken, and all final states of the environment 
are possible. Therefore we must add together the probabilities (i.e., the 
J functions of Eq. (12.88)) of all. In coordinate representation, for 
example, » just means that at the final time t, after we are no longer 


interested ia the interaction we must take X(ty) = X’(t)) = X, and 
integrate over all Xp. 

To summarize, the behavior of a system in any environment can be 
discussed in terms of a double path integral like Eq. (12.89), where F 
is a property of the environment — its “influence” on the system. It 
summarizes all of the environment that is relevant to x(t). Two different 
possible surrounding conditions, say, A and B, might physically be very 
differently constructed; nevertheless, if they happen to lead to the same 
functional F’, they are indistinguishable as far as the behavior of the x 
system is concerned. 

This F’ is somewhat analogous to the use of “external force” in sepa- 
rating the behavior of interacting systems classically. We can analyze the 
motion of x alone provided we know what force is produced (as a func- 
tion of time) by the environment. These newtonian equations of motion 
of x alone are the rough analogue of Eq. (12.89), whereas Eq. (12.90) 
corresponds to the calculation of the force produced by a given environ- 
ment. Two different environments which produce the same force on x 
are equivalent. Actually, the analogy is only rough; for F contains the 


346 12 Other problems in probability 


entire effect of the environment including the change in behavior of the 
environment resulting from reaction with z. In the classical analogue, 
F would correspond to knowing not only what the force is as a function 
of time, but also what it would be for every possible motion x(t). The 
force for a given environmental system depends in general on the motion 
x(t), of course, since the environmental system is affected by interaction 
with the system of interest z. 

We are therefore led to study the properties of influence functionals. 
We shall be content to list a few such rules and give some suggestions 
on how they are arrived at. 

Rule I: 


F(z(t), 2’ (t)| = F*[2’(t), 2(t)] (12.91) 


where the asterisk means complex conjugate. 

Rule II: If the argument functions x(t) and z’(t) are equal for t 
exceeding some value t,, then F does not depend upon the actual values 
of x(t) for t > te. 

Rule ITT: If F; is the influence functional for a particular environment 
2 and we do not know what the environment actually is but know only 
that the probability of its being 7 is w;, then the effective influence 
functional (for calculating all probabilities) is 


Rule IV: If the system z is simultaneously in interaction with two 
external systems A and B, and if A and B do not interact directly with 
each other, and if there is no correlation between their initial conditions, 
then 


F= Fy: Fp (12.93) 


where fF’, is the influence functional if A alone were interacting and F'g 
is that if B alone were interacting. 

Rule V: If the functional F’ can be adequately approximated by the 
form 


F[z(t), x’ (t)] = exp (3 [ree — x’ (t)| f(t) at} (12.94) 
then the system z is acting as though under a classical force f(t) with 
action of interaction { x(t) f(t) dt. If it is of the form 

Flx(t), 2'(t)] = ®[x(t) — x'(t)| 


where ®[k(t)] is any functional, then the environment is equivalent to a 
classical but uncertain force f(t), where ® is the characteristic functional 
for the distribution of f(t). 
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That rule I is true is evident directly from Eq. (12.90). 

This expression also explains rule II, but in a much more subtle way. 
Note that for any given system with any definite action Sp(X) and any 
given initial state 


ey) eifSnIX(@)I-SoIX'(O]} D X(t) DX" (t) = 1 (12.95) 
final 


This is because the integrals and the sum over final states are equivalent 
to 


[K% ty; bose Lj (Xz, ty} vee ta) dX, = O(X, ~~ x) (12.96) 


by Eq. (4.37). Thus, if the initial wave function were ~(X,), we would 
multiply by J(X,)~*(X/) as we did in Eq. (12.79) and integrate to get 


[ 8X. — Xo%)0" (Ke) dX dX = f wONPax=1 (1297) 


Now notice that, if we put x’(t) = z(t) for all time in Eq. (12.90), we 
have an expression just like Eq. (12.95) where the effective (and definite) 
action is 


Sp{X(t)] = SolX(t)] + Sint l(t), X(2)] 

with 

Sp[X"(t)] = So[X"(t)] + Sine[x(¢), X'()] 

as required, as long as z’(t) = z(t). Hence F/z(t), x(t)] =1. 

The same argument limited to the time range t. < t < ty, using a 
relation like Eq. (12.96) but with ta, X, replaced by t,., X-, shows that, 
if x(t) = x(t) for t > te, the dependence of F on x(t) for t > t. drops 
away, because the right side of Eq. (12.96) does not depend on x(t) for 
bbe 

Rule III is an evident result of the fact that probabilities are deter- 
mined by adding the value of J over various circumstances. 

Rule IV is evident from Eq. (12.90) when it is realized that the 
conditions of the rule imply that the action that goes into Eq. (12.90) is 
Soa(Xa(t)] + Sint a[z(t), Xa(t)] + SoB[XB(t)] + Sint Blz(t), XB(t)] and 
that the exponential of the sum becomes a product, as does the integral 
F, if the initial state is itself a product of wave functions. 

Rule V is merely a statement of our results shown in Eqs. (12.82) 
and (12.85). 


These are some of the general properties of influence functionals. 
Calculations with them involve the various methods for doing path inte- 
grals applied to Eq. (12.89). We shall conclude this section by discussing 
certain important influence functionals. 
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Just as gaussian probability distributions and gaussian noise distri- 
butions are simple and important, so influence functionals which depend 
on z(t), x(t) as an exponential of a quadratic form — which we shall 
call gaussian influence functionals — are particularly important. 

First, if the environment is a set of harmonic oscillators in their 
ground states (or at a given temperature) coupled linearly to the sys- 
tem of interest xz, evaluation of Eq. (12.90) shows that F' is gaussian. 
But gaussian influence functionals, like gaussian probabilities, occur in 
good approximation in a much wider class of situations, namely, where 
the effect is the result of a very large number of influences, each of which 
by itself has little effect. For example, consider an atom in weak inter- 
action with each of the large number of atoms of an environmental gas. 
The influence of one atom A is very small, so its influence functional F’4 
differs only slightly from 1. However, in view of rule IV, the complete F’ 
is the product of many such factors, which becomes (nearly) the expo- 
nential of the sum of a small contribution from each. This contribution 
expanded to first and second order in the interaction with each atom 
leads to influence functionals of the gaussian type. 

As an application of this conclusion, a piece of metal placed in a cav- 
ity resonator affects the resonator in a simple linear way summarizable 
by one impedance function, even though the multitude of electrons in 
the metal behave in such a complex manner. The influence functional 
of the metal (X) on the cavity oscillator (x) is nearly a gaussian, and 
to this extent the metal is equivalent to some set of harmonic oscillators 
which would produce the same influence functional. 

The most general exponential functional involving x(t) and z’(t) in 
linear form is 


F[z(t),2'(t)] = exp {ifz(t) f(t) dt —ifz' (t)g(t) dt} (12.98) 


for arbitrary and complex f(t) and g(t). If this is to be an influence func- 
tional, however, it must satisfy the conditions of our five rules. Rule I 
requires g(t) = f*(t), and rule II implies g(t) = f(t); hence g and f are 
equal and real. Thus the most general linear functional is that equivalent 
to the action of a classical external force in accordance with rule V. 

We need not discuss this simple case further; for it is completely ana- 
lyzable just by adding —x(t)f(t) to the hamiltonian of the unperturbed 
problem. If the exponent has both quadratic and linear terms, the linear 
term can be factored out, so via rule IV we can say it is a classical force 
plus the effect of a purely quadratic functional. 

The most general exponential functional which involves its argu- 
ments purely quadratically is of the form 
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F[x(t), 2'(t)] = (12.99) 


exp {-/ [ [a(t, t’)x(t)a(t’) + B(t, t’)2’ (t)2'(t’) 


+ y(t,t")o(t)a"(t") + 5(t, ta! (t)x(¢’)] de a| 


for arbitrary and complex! a, 3, y, and 6. The integrals on t’, t are over 
the entire interesting range of time, but we always take t > t’. This is no 
loss of generality, of course, but it is convenient for later analysis. For 
this to be a satisfactory influence functional, we must have from Rule I 


Blot yar Ee) (12.100) 
and 
y(t, t') = & (t,t’) (12.101) 


Rule II gives us a great deal of information, for putting z(t) = 2’(t) 
for t >t. and, assuming t > tc, t’ < te, the expression (which is part of 
the integral in Eq. (12.99)) 


-| [ie (t, e’)a(t)2(t’) + Bt, t’)a(t)2'(t’) (12.102) 
+ y(t, t’)a(t)a' (t') + 6(t, t')x(t)x(t’)} dt! dt 


must be independent of x(t) for t > t, and arbitrary x(t’) and of 2’(t’) 
for t' < te. This requires that 


6(t,t’) = —a(t, t’) 
y(t, t’) = —B(t, t’) 


as long as t > te, t’ < te. But since t, is arbitrary, Eqs. (12.103) must 
hold for all ¢, t’ (under the continuing restriction t > t’). 

Therefore, the most general gaussian influence functional depends on 
only one complex function a(t, t’) and is of the form 


(12.103) 


F(zx(t), 2"(t)| = (12.104) 


aes 7 [ [ (a(t, t’)a(t") — o*(t,t’)a"(t’)|[a(t) — 2’ (¢)] at! | 


1These functions are defined only for t > t’. 


350 12 Other problems in probability 


In the case that a(t, t’) is real, say A(t,t’), our functional is equiva- 
lent to the exponential of Eq. (12.87), and we have the equivalent of a 
noisy classical perturbation. In quantum-mechanical systems a is gen- 
erally complex. A special case of importance is when a(t, t’) = a(t — t’) 
depends only on the time difference t — t’. We are then dealing with 
an environmental system which has average properties independent of 
absolute time. 

To help understand some of the properties of Eq. (12.104), we shall 
ask for the probability that the x system makes a transition from energy 
level n to some other orthogonal level m during an interval of time T 
in the case that a is very small and we can use perturbation theory. If 
we expand F' in Eq. (12.104), the leading term, 1, gives nothing because 
the states are orthogonal. The next term, linear in a, has four pieces. 


One is — a(t, t’)xz(t)x(t’) dt’ dt. When this is substituted for F in 


0 Jo 
Eq. (12.89), and the resulting J is used in Eq. (12.83) with ~ = ¢, and 
X = dm; the integral over paths z(t) and z’(t) is seen to be the product 
of two factors. One, the integral over z(t), involves 


feo) [ fe (t, t') (t’) dt’ dt 


and when passed through Eq. (12.83) results in the transition element 
(see Chap. 7) 


(m - [fa (t,t’)a(t)a(t’) dt! dt “)- (12.105) 


: i “ta a(t, t’)(mla(t)x(t") In) de! de 
0 JO 
The integral over z’(t) is just fe~*° =] De’ and results in the complex 
conjugate of the transition element (m|1|n). Analyzing the other three 
pieces in a similar way, the total transition probability is 


ser hes (-a(t, 


+a(t, t’) 


A 
)( 
a ) is 
t’) 


Da(t) 


m|z(t)x(t’)|n) (m|1|n)* (12.106) 
mzx(t)|n)*(m|z(t’)|n) 
(m|zx(t)|n)(m|a(t’)|n)” 
(m|1|n)(mla(t)2(t')|n)"] dt! de 

If m and n are orthogonal, (m|1|n) = 0. If S[z] comes from a constant 
hamiltonian with energy level E;, for state k, then 


imlaO\n) tae Fay? (12.107) 
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Only the middle two terms of Eq. (12.106) survive, and they are complex 
conjugates of each other, so that 


T pt 
P(n — m) = 2\rmn|? Re tL / a(t, t!)e~tBm—En)(t—#) get a| 
0 VO 
(12.108) 


Problem 12-3 For m= n, verify P(m > m) =1— 5°, P(m— n) 
as required by conservation of probability. 


In the case of a time-steady environment a(t, t’) = a(t—t’). Suppose 
we define the Fourier transform 


a(w) = [ a(r)e" dr (12.109) 


(a(t) is not defined for t < 0.) Then since P(n — m) in Eq. (12.108) 
is proportional to the time interval over which the integrals extend, we 
can define a rate of transition per second and find the probability of 
transition 


P(n — m) per second = 2|2mn|"ar(Em — En) (12.110) 
where we have broken a(w) into real and imaginary parts 
a(w) = ar(w) + taz(w) (12.111) 


We may note that, for a disturbance by a classical force under gaus- 
sian noise, a(T) is real (see Eq. 12.87) and the real part of a(w) is the 
power-spectrum function of the noise as defined in Eq. (12.50). So, for 
such classical noise systems 


apr(w) = ar(—w) (22:172) 
and in first-order perturbation 
Rate of transition n — m = Rate of transition m > n (12.113) 


and both rates are proportional to the power P(w) at the frequency of 
the transition. Thus classical forces have equal probability of causing 
transitions up and down. 

Another interesting example is when the environment cannot supply 
energy with any reasonable probability. For example, it may be initially 
in the ground state or at zero temperature. We shall call such an envi- 
ronment “cold.” For such a situation transitions of the system x going 
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up in energy (E,, > E,) are unlikely. Hence for such cold environment 
systems 


ar(w)=0 forw>0 (12.114) 
and for first-order perturbations 
Rate of transition n ~m=0 if Em > En (12.115) 


Since any a(w) can be written as the sum of one of the type shown 
in Eq. (12.112) plus one of the type shown in Eq. (12.114), it is readily 
apparent that any time-independent gaussian functional is equivalent to 
a system in some cold environment acted on by a fluctuating classical 
force described by a gaussian expression. This conclusion follows from 
the fact that the product of any two gaussian functions is also a gaussian 
and from rule IV. If the interaction of one environment on the system is 
represented by Aj(t,t’) in the manner of Eq. (12.87) and the interaction 
of the other environment as Ao(t,t’), then the single interaction term in 
the single resulting gaussian functional is A; + Ag. 


INFLUENCE FUNCTIONAL FROM 
A HARMONIC OSCILLATOR 


We shall next give an example of how F can be worked out from 
Eq. (12.90) for an environment consisting of a harmonic oscillator with 
coordinates X, in the ee ak hae to x linearly through an 


interaction Sine [2 (t), X(t)] =C f x( t) dt. We suppose the oscillator 
of unit mass and frequency wo, so Nee 

SolX(t)] = ; / [X2(t) — w2X2(¢)] dt (12.116) 
Then 

Fia(t), z(t’)] = (12.117) 


» i / exp {! i [X?(t) — bug X?(t) + C(t) X(t) at} 


exp {-i [td 6) ie 5wX"(t) + Ca’ (t)X'(t)| at} 
x DX (t) DX’ (t) 


where m is the final state and the initial state is the ground state. The 
integral over X is clearly gaussian, and in fact we have already done it; 
for it is exactly the transition amplitude Go worked out in Sec. 8-9 for 
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a forced harmonic oscillator. The forcing function there called f(t) is 
here C'x(t).' It is therefore given by Eq. (8.145) with n = 0 or 


Cue —_ Cos (12.118) 
with Goo given in Eq. (8.138) and 6* in Eq. (8.143) replacing f(t) b 
Cx(t). Likewise, the integral over X’ is the complex conjugate of a simi- 
lar expression but with f(t) replaced by Cz’(t) this time. We distinguish 
values of this substitution with a prime. Then the sum over final states 
in Eq. (12.117) gives us 


Fix 21 = Cnn me re Co a = GoGgoe? ® 


(12.119) 


Substitution from Eqs. (8.138) and (8.143) produces, as expected, an F’ 
of the form of Eq. (12.104) but with 


t,t’) = OF 6 iwolt-t!) 12.120 
alty)= aan (12.120) 


For example, the terms in rz’ in Eq. (12.104) come from the §*(’ in the 
exponential; for this product by Eq. (8.143) is 


Cc? e. iwot a —iwot 
=| fe n(t)e 7 | [ (t)e a (12.121) 


ef feo elo?) + a! (t)ar(t' Jeo") de at 


'The reader may prefer to observe that Eq. (12.117) is 
Fi[z(t), x’ (t)] = ff f[KX%, ty; Xq, t,)K"™ (Xp, ty; is ta)bo(Xa)5(Xa) dX dX dX, 


where K is the kernel of Eq. (3.66) for a forced harmonic oscillator with f(t) = Czx(t) 
and K’ is that with f(t) = Cz’(t). ¢0(X) is the wave function of the oscillator in 
the ground state. All variables X,, X/,, and X, then appear in a simple gaussian 
way and may be directly integrated. We shall then find it as easy to do the finite- 
temperature case. For here state n is the initial state with probability proportional 
to e~fEn , so, in view of rule III, the resulting F is obtained by the expression above 
but with the wave functions ¢9(X,)¢5(Xq@) replaced by 


const > bn(Xa) oh (Xae Oe 


that is, by the density matrix p(X,,X/4) worked out in Prob. 10-1. The integrations 
are again gaussian. 
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The quantity a(w) defined in Eq. (12.109) is therefore (see Eq. (5.17) 
and the Appendix) 


C2 oo : ; C2 
eee WoT ,—tWwT =. eg PP, 6 
a(w) Duo / e e dr ae PP pees + 7d(wo + w) 
(i222) 
so that the real part of a(w) is 
C2 
ar(w) = he + w) (12.123) 
2Wo 


This is zero for positive w. As expected, we have a “cold environment” 
as specified in Eq. (12.114). 

If many independent oscillators at different frequencies are all acting, 
then by rule IV, their ag(w) functions add; so any cold system (to this 
gaussian approximation) is equivalent to a continuum of oscillators in 
their ground state. This follows, since any function ar(w), for negative 
w, can be built up of delta functions of the form of Eq. (12.123). 

Another interesting example is the interaction with an oscillator at 
finite temperature. If the temperature is 7’, the initial state is energy 
state n with relative probability e~#»/*T, For our case, the absolute 
probability is 


ger EN er eee | (12.124) 
If the initial state were n, the influence functional would be 


Peay G26. (12.125) 


instead of the form in Eq. (12.119). Using rule III, we add these with 
probabilities w,, so our final F’ is 


BEY GG er cae) (12.126) 

The i is difficult to work out directly from Eq. (8.145), but it is 

F = Goo Gine® © exp { Se) (12.127) 
The ar(w) that results from this in place of Eq. (12.123) is 

ar(w) = ae laSaer eles +w) + sage 7 SH — “) (12.128) 


and sums of such expressions of many oscillators constitute the environ- 
ment. Now transitions can go down in energy (w < 0) or up in energy. 
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We note that if w > 0, the first delta function fails, whereas if w < 0, 
the second fails, and that indeed 


ar(—|w|) = e#/*Fap(+|wl) (12.129) 
This definite relation means that in perturbation theory, if FE, > Em, 


probability per second of a transition up (m — n) ~ (Eq —Eme)/&T 
SS ee — = 0 n ™m 
probability per second of a transition down (n — m) 
(12.130) 


by using Eq. (12.110). 

Thus, if the system zx occupies states n with relative probabilities 
e~2n/kT the net number of up and down transitions will balance out and 
the system will be in statistical equilibrium for weak perturbation with 
the environment. This is just what we expect for the laws of statistical 
equilibrium. Any environment at temperature T producing a quadratic 
influence functional will have the property of Eq. (12.129). 

For an atom as system z in interaction with the electromagnetic field 
at temperature T as the environment, ar(w) is given by an expression 
like Eq. (12.128) integrated over all the modes of the field of various 
frequencies wo. It can be split into the cold environment of Eq. (12.123) 
plus a noisy external force: 


2 


any eden 


Dn [5(wo9 +w) + d(wo — w)] 


ehwo/kT _ ] 
(12.131) 


The first term produces only transitions down in energy and is called 
spontaneous emission. The second produces transitions up and down 
with equal ease and is called induced emission or induced absorption. 
We say that the transition is induced by an external force or noise 
whose mean-square strength at frequency w varies with temperature as 
1/(e/*T _ 1), This is the way Einstein first discussed the blackbody- 
radiation laws. As we see here, any environment giving a quadratic 
influence functional at temperature T (we say it is an environment re- 
sponding linearly) can be treated in the same way. Many people have 
extended Einstein’s argument to other systems, like the voltage fluctu- 
ation noise in a resistor at temperature T’. The first term measures the 
rate at which energy is taken out of our system x in a one-way manner. 
It measures the amount of “dissipation” produced by the environment 
(e.g., electrical resistance of a metal or radiation resistance of the electro- 
magnetic field). At temperature T we can then say that things behave 
as if, in addition to the dissipation, there is a noisy signal generated by 
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the environment whose mean square at each frequency is proportional 
to the dissipation at that frequency and to 1/(e*’/*T —1). This is called 
the dissipation-fluctuation theorem. 

We cannot pursue this subject further here.! 


CONCLUSIONS 


In these applications of path integrals to probability theory it is evident 
that, if the integrands are gaussian, we can make considerable use of 
the technique. But these problems are precisely those for which other 
methods, not requiring path integrals, are also available to solve the 
problem. One may reasonably question the real utility of the path inte- 
grals. We can only say that if the problem is not gaussian, it can at least 
be formulated and studied by using path integrals — and that we might 
hope that someday, when the techniques of analysis improve, more can 
be done with it. The only example of a result obtained with path inte- 
grals which cannot be obtained in simple manner by more conventional 
methods is the variational principle discussed in Chap. 11. We hope 
that further study of these methods may yield more such results. 

In the meantime, however, it is worth pointing out that the path 
integral method does permit a rapid passage from one formulation of 
a problem to another and often gives a clear or quick suggestion of 
a relation which can then be more slowly derived in a more ordinary 
fashion. 

With regard to application to quantum mechanics, path integrals 
suffer most grievously from a serious defect. They do not permit a dis- 
cussion of spin operators or other such operators in a simple and lucid 
way. They find their greatest use in systems for which coordinates and 
their conjugate momenta are adequate. Nevertheless, spin is a simple 
and vital part of real quantum-mechanical systems. It is a serious limita- 
tion that the half-integral spin of the electron does not find a simple and 
ready representation. It can be handled if the amplitudes and quantities 
are considered as quaternions instead of ordinary complex numbers, but 
the lack of commutativity of such numbers is a serious complication. 


1The subject of influence functionals is discussed in detail by R.P. Feynman and 


F.L. Vernon, Jr., The Theory of a General Quantum System Interacting with a 
Linear Dissipative System, Ann. Phys. (N.Y.), vol. 24, pp. 118-173, 1963, and by 
W.H. Wells, Quantum Formalism Adapted to Radiation in a Coherent Field, Ann. 
Phys. (N.Y.), vol. 12, pp. 1-40, 1961. An application to calculation of mobility of 
the polaron is in R.P. Feynman, R.W. Hellwarth, C.K. Iddings, and P.M. Platzmann, 
Mobility of Slow Electrons in a Polar Crystal, Phys. Rev., vol. 127, pp. 1004-1017, 
1962. 
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Nevertheless, many of the results and formulations of path integrals 
can be reexpressed by another mathematical system, a kind of ordered 
operator calculus.! In this form many of the results of the preceding 
chapters find an analogous but more general representation (only for 
the special problems of Chap. 11 is the generalization not known) in- 
volving noncommuting variables. For example, in this chapter discussing 
influence functionals it must have struck the reader that an environment 
coupled not to the coordinate x but to a noncommuting operator, such 
as the spin, would be an important and interesting generalization. Such 
things cannot be conveniently expressed in the path integral formulation 
but can be easily expressed in the closely related operator calculus. 

An effort to extend the path integral approach beyond its present 
limits continues to be a worthwhile pursuit; for the greatest value of 
this technique remains in spite of its limitations, i.e., the assistance 
which it gives one’s intuition in bringing together physical insight and 
mathematical analysis. 


1R.P. Feynman, An Operator Calculus Having Applications in Quantum Electro- 
dynamics, Phys. Rev., vol. 84, pp. 108-128, 1951. 


Appendix 


Some Useful Definite Integrals 


a 12 Tv 2 
/ ert +ba dr = — /4a (A.1) 


for Re{a} <0 but a #0 


‘e et(a1—2)” 2b(a2—2)” dz = ee NG —27 Ne (A 2) 
a Ae ecko 


for Re{a+b} <0 buta+bF0 


| exp {3 + ina” | dz = 4] = exp{i2vab} (A.3) 
0 x Ab 


for a,b real and positive 


[elt Beane. = Bow {diva vor} 


for a,b real and positive (A.4) 
[ef ia, | dr 
Fyhon peS See Uy epee 
° re, (T — yr | 
_ [in Vat vb 2 2 
73 Jah exp { plva + Vb) } (A.5) 


for a,b real and positive 


nm /2 ; 
[ e980 sin(2n) dx = ala “era g] (A.6) 
8) 
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ic e? °S® sin(psin x) sin(az) dz 


0 _ mp 
= ar (A.7) 
i eP 8 cos(psin x) cos(az) dx 
0 
<= An” ok dz = jee Dim (=) (A.8) 
0 m 
for k > —-1, ner m>0O 
/ et dt = 275 (w ) (A.9) 
[oe) 
fe iwt dt = 76 (w ) = 6(w) + P.P 4 = lim t (A 10) 
0 ca Nw) 650+ w + te 
i 
| t00 a = Tol aD f(k [see Sec. 4-3] (A.11) 
ty et ty pto 
/ f(t, s) ds dt = / f(s, t) ds dt (A.12) 
ta vte ta vt 


Appendix 


Notes 


These notes were added by the editor to explicate, amplify, or update 
the book’s discussion. A relevant note is signaled in the text through 
the symbol?. 


Throughout: The book is often careless in distinguishing between 
“probability,” “relative (i.e. unnormalized) probability,” and “probabil- 
ity density”. Similarly for amplitude. 


Page 3: In this book a sequence of two events is labeled as a (ini- 
tial) to b (final); a sequence of three events is labeled as a to c to b; a 
sequence of four events is labeled as a to d to c to 0; and so forth. This 
scheme for inserting intermediate events proves its value many times. 
(See particularly pages 21 and 126.) 


Page 3: “This particular experiment has never been done in just 
this way.” This statement was true at the date of publication (1965). 
The remarkable experimental progress since that date can be glimpsed 
through the following publications: 


Claus Jénsson, “Elektroneninterferenzen an mehreren kiinstlich her- 
gestellten Feinspalten,” Zeitschrift flir Physik 161 (1961) 454— 
474, Translated as “Electron diffraction at multiple slits,” Amer- 
ican Journal of Physics 42 (1974) 3-11. (Wave-like properties of 
electrons.) 

A. Tonomura, J. Endo, T. Matsuda, T. Kawasaki, and H. Ezawa, 
“Demonstration of single-electron buildup of an interference pat- 
tern,” American Journal of Physics 57 (1989) 117-120. (Simul- 
taneous wave-like and particle-like properties of electrons.) 

Movies of the above experiments are at 
<http://www.hqrd.hitachi.co.jp/em/doubleslit.cfm>. 

R. G&ahler and A. Zeilinger, “Wave-optical experiments with very 
cold neutrons,” American Journal of Physics 59 (1991) 316-324. 
(Wave-like properties of neutrons.) 


361 


362 Appendix: Notes 


Olaf Nairz, Markus Arndt, and Anton Zeilinger, “Quantum inter- 
ference experiments with large molecules,” American Journal of 
Physics 71 (2003) 319-325. (Wave-like properties of Cgo.) 

Michael S. Chapman, David E. Pritchard, et al., “Photon scatter- 
ing from atoms in an atom interferometer: Coherence lost and 
regained,” Physical Review Letters 75 (1995) 3783-3787. (Ob- 
serving atoms as they pass through the double slits, as discussed 
on page 7 of this book.) 

E. Buks, R. Schuster, M. Heiblum, D. Mahalu, and V. Umansky, 
“Dephasing in electron interference by a ‘which-path’ detector,” 
Nature 391 (1998) 871-874. (More on observing electrons, as or 
after they pass through the double slits.) 

Paul R. Berman, editor, Atom Interferometry (Academic Press, San 
Diego, 1997). 

Helmut Rauch and Samuel A. Werner, Neutron Interferometry: Les- 
sons in Experimental Quantum Mechanics (Oxford University 
Press, New York, 2000). 


Page 21: In the generalization to time, it helps to think of the holes 
in Fig. 1-9 as being covered by shutters that open only during specific 
time intervals. Then a path is specified by a prescription like “through 
hole Eo at time slice t;7, then through hole Dg at time slice tag,” etc. In 
the limit that the screens are drilled away to nothingness, the shutters 
are always open. 


Page 22: Feynman’s hunch was wrong: in fact other consistent 
interpretations are possible. One such alternative is the de Broglie- 
Bohm formulation, described in 


David Bohm and B.J. Hiley, The Undivided Universe: An Ontological 
Interpretation of Quantum Theory (Routledge, London, 1993). 


Page 23: The desired “statistical mechanics of [the] amplifying ap- 
paratus” is being worked out under the name of decoherence. The vast 
technical literature of this field is best approached through 


W.H. Zurek, “Decoherence, einselection, and the quantum origins of 
the classical,” Reviews of Modern Physics 75 (2003) 715-775. 


Appendix: Notes 363 


Page 26: The entity called the kernel here is more often called the 
“propagator” or the “Green’s function.” See, for example, 


L.S. Schulman, Techniques and Applications of Path Integration (Wi- 
ley, New York, 1981). 

Hagen Kleinert, Path Integrals in Quantum Mechanics, Statistics, 
Polymer Physics, and Financial Markets, third edition (World 
Scientific, River Edge, New Jersey, 2004). 


Page 28, problem 2-2: Hint: This problem can be solved directly, 
but it is easier if you first integrate by parts to prove the theorem that, 
for a harmonic oscillator, 


sa = > [x(t)@(t)]e? . 


Page 28, answer to problem 2-3: If JT’ = ty, — t,, then 


m(xp — Za)? i fT(tet+%a)  f?T? 
2T 2 24m- 


Page 33, equation (2.22): (1) This kernel has dimensions 1/{length]. 
More generally, in s-dimensional configuration space the kernel has di- 
mensions 1/[length]*®. (2) The factor A is a complex quantity with phase 
m/4 and the dimensions of length. (3) In contrast to the situation for the 
Riemann sum, the path integral normalizing factor A~™ goes to infinity 
as € — 0 and the subset of paths becomes more representative. (4) We 
don’t really sum over all paths, but over all paths moving forward in 
time. 


Page 47: Sections 3-2 and 3-3 can be skipped on a first reading. 


Page 56, equation (3.40): This probability density is unnormal- 
ized. (As reflected by the fact that it has the wrong dimensions!) The 
normalized version, which is used in Fig. 3-6, is 


1 


P(2') = — ([C(u4) — C(u_)}? + [$(u4) — S(u_)}?). 


Page 63, equation (3.60): This expression is correct in magni- 
tude, but the phase (i.e. the branch of ii/ 2) is ambiguous. The correct 
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expression (see for example N.S. Thorber and E.F. Taylor, “Propaga- 
tor for the simple harmonic oscillator,” American Journal of Physics 66 
(1998) 1022-1024) is 


. oe 1/2 
oe (aa) where 9= 


Let alt : 
27h |sinwT| Peeler) 


3 
4 
Here “trunc” denotes the “truncation” function: trunc(z) is the largest 
integer less than or equal to z. 


Page 64, problem 3-10: Hint: First prove that, for this system, 


SS a [ait + yy + 274]. 


Page 98: The argument leading from the probability density (5.4) 
to the wave function (5.5) is suggestive, not definitive. Any argument 
of this sort cannot uncover the phase of the wave function. This phase 
might be a physically insignificant constant e*?, in which case ignoring it 
would be perfectly permissible. But the phase factor might be a function 
of momentum e*®(?), which does not change the probability density for 
momentum, P(p), but which can dramatically change the probability 
density for position, P(x). 


Page 107: The argument leading from the probability (5.23) to the 
amplitude (5.25) has the same defect remarked upon in the previous 
paragraph. 


Page 130: We distinguish between the arbitrary field point r and the 
location of the particle x within that field. In chapter 6 this distinction 
is largely pedantic, but in chapter 9 (Quantum electrodynamics) it is 
essential. 


Page 142, equation (6.62): This result holds in the limit of long 
times eS. 0. Hint: Use the substitution 2? = os and then 
2hty 2h(ty — te) 
equation (A.3). 
Page 204: This kernel has dimensions 1/|,/mass x length]”. 


Page 217, problem 8-4: Hint: First show that (for N odd) 
(N=1)/2 


b= 7108) +5 D> [(@%)? -u2(@%)? + (G3)? —02(02)?] 


a=1 
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Page 217, problem 8-5: It is also worth showing that 


(Pol(Qa)"1o) _ (Pol(Qa)"1Go) _ { 0 for n odd 
(®o|1| Bo) (Bo|1|®o) (n —1)!!(R/2w_)"/? for n even 


Page 218: Explicitly, in sums over k (as in equations 8.89 and 8.93), 


Se a (a) | 


k= 


R 
ll 
=) 


Page 233, equation (8.138): This equation is often written in the 
form (obtained through the use of equation A.12) 


Car 
Goo = exp (-aaze [ / f(t) f(s)e"@!*-*! ds al 


Page 236: Caution! Do not attempt this chapter without first 
reading chapter 8 (Harmonic oscillators) and working problems 8-3, 8-4, 
and 8-5. Do this even if you think you aren’t interested in harmonic 
oscillators, and even if you think you already know all about them. 


Page 247: The normalization, spelled out in more detail, is 
// 25 (41 10 Bo, Or Ai BoA ns Gone) LT] dAy ys dAy yo. 


Page 252: For polarization 1, this manipulation results in (using 
t = te, s = tg, so that we have our usual sequence of a to d to c to b) 


12 ae es ~ike(t-—ta) - = 
AML =F rg | ate | die ees ae dz, | dzq 
k a a N —oo —oco 


x eee) ais (Xe) 1, «(Xe te) Wy (Xe) 
x oe G/R) Ew (te—ta) yy, (xa)i (Xa, ta), (xg)e @/MEt (ta—ta) 


Page 309, equation (11.41): The numerator is the kernel from x, 
to x, at “time” &, times f(Z_), times the kernel from x, to zy at “time” 
G, integrated over all possible values of 2: 


i, R05, 0 tas U) f Ce) heats Lo OVALE: 


Then use expression (10.32) for the kernel. 
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time-independent, 84 
with vector potential, 192 
harmonic oscillator, 28, 63, 65, 71-73, 
183, 198-234, 276, 286, 313 
damped, 337 
field as, 65, 69, 198, 221, 229, 232, 
238, 243 
forced, 64, 70-71, 181, 232-234 
independent, 209-211 
influence functional, 352-356 
interacting, 205 
interacting with particle, 69-71 
heat, 270-272 
Heisenberg, W., 9, 161 
Helmholtz free energy, 268 
Helmholtz, Hermann von, 268 
Hermite polynomials, 199-200, 203 
hermitian operator, 82, 86, 114, 188 
hypercomplex number, 6, 23 


identical particles, 14-18, 231, 243- 
244, 287-295 
independent systems, 66-68 
influence functional, 344-356 
integral equation, 126, 129, 146 
interaction, 125, 130 
of matter with field, 247-253 
of particle with oscillator, 169 
of systems, 66 
interference, 2-6, 14, 56 
interfering alternatives, 14 
interpretation, 22 
inverse transformation, 111 
irregular path, 176-177 


jacobian, 72-73, 209, 337 


kernel, 26, 28-29, 109, 363 
energy representation, 102-105 
free particle, 42 
in terms of energy states, 88 
momentum representation, 101-102 


Index 


kinetic energy 
transition element of, 178-179 
Kronecker delta, 86, 208 


lagrangian, 26 
electromagnetic, 64, 79 
general quadratic, 58 

Lamb shift, ix, 253, 256-260 

Lamb, W., 253, 256 

Laplace, P.-S., 2 
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